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Description 

BACKGROUND OF THE INVENTION 
5 Field of the Invention 

[0001 ] The present invention relates to an inl<jet recording method that enables formation of images of good fastness, 
high density and good glossiness. 

10 Description of the Related Art 

[0002]. These days the mainstream of image-recording material is for forming color images. Concretely, Inkjet re- 
cording material, thermal transfer image-recording material, electrophotographic recording material, transfer silver hal- 
ide photographic material, printing Ink, recording pens and others are much utilized. 
IS [0003] In these color image-recording materials, used are three primary colors {dyes, pigments) for a subtractive 
color process for reproducing or recording full-color Irhages. At present, however, few dyes are available, which have 
absorption characteristics capable of realizing any desired color reproduction range and which are fast under various 
service conditions, and It is much desired to improve colorants. 

[0004] An Inkjet recording .method has become much popularized and is being further developed, since the material 
20 cost is low, it enables high-speed recording, It does not give too much recording noise, and it facilitates color recording. 
[0005] The Inkjet recording method includes two types, a continuous type of continuously jetting ink drops, and an 
on-demand type of jetting ink drops according to image information signals. For jetting ink drops according to the 
method, employable is any of a system of applying pressure to ink drops by using a piezoelectric device to thereby 
make the ink drops jet out, a system of thermally bubbling ink to jet the ink drops, a system of using ultrasonic waves, 
25 or a system of sucking and jetting ink drops by electrostatic force. Ink for Inkjet recording includes aqueous ink, oily 
ink and solid (hot-melt) ink. 

[0006] Colorant to be used in such Inkjet recording ink must satisfy the following requirements: its solubility or dis- 
perslbllity In solvent is good; it enables high-density recording; its hue is good; it is fast to light, heat, active gas in the 
environment (e.g., NOx, oxidizing gas such as ozone, SOx); It Is fast to water and chemicals; It well fixes in image- 

30 receiving material and hardly bleeds out; its storage stability in Ink is good; it is not toxic; its purity is high; and it is 
Inexpensive and is readily available. However, it is extremely difficult to seek such colorant that satisfies all these 
requirements on a high level. In particular, the requirement which the colorant Is strongly desired to satisfy Is that it 
has a good hue of any of three primary colors and Is fast to light, moisture and heat, especially to oxidizing gas such 
as ozone In the environment while printed on an image-receiving material that has an ink-receiving layer with porous 

35 white inorganic pigment particles therein. 

[0007] Heretofore, azo dyes have been widely used for magenta dyes, of which the coupling component is any of 
phenols, naphthols or anilines. Azo dyes disclosed in JP-A 11-209673 and Japanese Patent No. 3.020,660 have good 
hue, but are problematic in that they are not fast to light. To solve the problem, Japanese Patent Application No. 
2000-220649 discloses dyes that have good hue and improved lightfastness. However, the dyes disclosed in these 

"to patent publications are not fast to oxidizing gas such as ozone. 

[0008] Typical examples of cyan dyes are phthalocyanine dyes and triphenylmethane dyes. Phthalocyanine dyes 
are most widely used, and their typical examples are C.I. Direct Blue 86, 87 and 1 99. As compared with magenta and 
yellow dyes, they are fast to light but are greatly discolored and faded when exposed to nitrogen oxide gas which is 
much discussed these days for environmental problems, or to oxidizing gas such as ozone. 

45 [0009] JP-A 3-103484, 4-39365 and 2000-303009 disclose ozone gas-reslstant phthalocyanine dyes, which, how- 
ever, are still unsatisfactory In point of their fastness to oxidizing gas and are therefore desired to be further improved. 
[0010] On the other hand, triphenylmethane dyes such as typically Acid Blue 9 have good hue but are not fast to 
light and ozone gas. 

[0011] As yellow dyes, heretofore used are azobenzene dyes such as typically Direct Yellow 86 and 120. and hete- 
50 rocyclic azo dyes, for example, pyrazolonazo dyes such as Acid Yellow 1 7, and pyrldonazo dyes. In addition, quinoph- 
thalone dyes are often proposed. Of those conventional dyes, quinophthalone dyes have good hue especially in point 
of the tailing profile on the long wave side in the absorption spectral pattern but most of them are not fast to ozone and 
light, while azobenzene dyes are fast to them but their tailing profile on the long wave side is not good. To that effect, 
dyes satisfying the two requirements of good hue and good fastness are not availiable at present. 
55 [001 2] For obtaining fast full-color Images of good color reproducibility, dyes to constitute the images are desired to 
satisfy the following requirements: 

Dyes of three primary colors all have good absorption characteristics. 
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Dyes of three primary colors are optimally combined to realise a broad color reproduction area. 

Dyes of three primary colors all have high fastness. 

The fastness of dyes is not worsened through interaction thereof. 

Dyes of three primary colors are well balanced in point of their fastness. 

5 • 

[0013] However, there is no report at all relating to the fastness of dyes to oxidizing gas such as ozone, which is 
discussed these days as a serious problem in the art of Inkjet printing, especially relating to the properties of dyes as 
to what structures and what properties of dyes are effective for ozone fastness thereof. At present, therefore, it is not 
possible to obtain a guideline for selecting dyes. Further, it is extremely difficult to select dyes that are fastto light as well. 

10 [0014] Even though dyes of good ozone fastness are combined and used In forming full-color images, the images 
formed will be discolored if the combined dyes differ too much in point of their ozone fastness. Therefore, it is a matter 
of importance that the combined dyes, especially the combined magenta and cyan dyes are well balanced in point of 
theirozone fastness. If so and even when the full-color Images formed are attacked by ozone, the constitutive dyes 
may. be faded while being well balanced In point of the degree of fading of the Individual dyes, and, as a result, the 

IS images may be prevented from being fatally damaged. 

[001 5] Depending on the type of the mordant to be combined therewith, dyes may be excessively flocculated to lower 
the density of the images formed. An Inkjet recording method is therefore desired that enables formation of images of 
good fastness, high density and good glossiness. 

20 SUMMARY OF THE INVENTION 

[0016] The present invention Is to solve the problems in the related art as above and to attain the objects mentioned 
below. Specifically, the invention is to provide an Inkjet recording method capable of giving color images that are fast 
to ozone gas and are welt balanced in point of the degree of fading of the constitutive dyes. The invention is also to 
^5 provide an Inkjet recording method capable of giving color images that are fast to ozone gas and have high color density 
and good glossiness. 

[001 7] We, the present Inventors, have studied to achieve an Inkjet recording method capable of giving color Images 
that have good hue and are fast to light and gas (especially to ozone gas), and have found that the problems mentioned 
above can be solved by a combination of an Inkjet recording sheet that has an inorganic mordant-containing, coiorant- 
30 receiving layer and an Ink set that comprises specific dyes not heretofore known in point of their oxidation potential. 
This is the first aspect of the invention. 

[0018] Specifically, the first aspect of the invention provides an Inkjet recording method of forming an image on an 
Inkjet recording sheet that has, on a support, a colorant-receiving layer which contains at least one inorganic mordant, 
by using an Inkjet recording ink set that comprises, as minimum constituent elements thereof, a yellow ink which con- 
35 tains at least one yellow dye, a magenta Ink which contains at least one magenta dye and a cyan Ink which contains 
at least one cyan dye, wherein an oxidation potential of the magenta dye and an oxidation potential of the cyan dye 
are each nobler than 0.8 V (vs SCE). 

[0019] Preferably, the inorganic mordant is selected from aluminium-containing compounds and zirconium-contain- 
ing compounds. 

40 [0020] Also having studied to achieve an Inkjet recording method capable of giving color images that have good hue 
and are fast to light and gas (especially to ozone gas), we, the present inventors, have found that the problems men- 
tioned above can be solved by a combination of an Inkjet recording sheet that has a particulate alumina or alumina 
hydrate-containing, colorant-receiving layer and an ink set that comprises specific dyes not heretofore known in point 
of their oxidation potential. This Is the second aspect of the invention. 

[0021] Specifically, the second aspect of the invention provides an inkjet recording method of forming an Image on 
an inkjet recording sheet that has, on a support, a colorant-receiving layer which contains at least alumina particles or 
alumina hydrate, by using an Inkjet recording ink set that comprises, as minimum constituent elements thereof, a yellow 
Ink which contains at least one yellow dye, a magenta ink which contains at least one magenta dye and a cyan ink 
which contains at least one cyan dye, wherein an oxidation potential of the magenta dye and an oxidation potential of 

so the cyan dye are each nobler than 0.6 V (vs SCE). 

[0022] Also having studied to achieve an inkjet recording method capable of giving color images that are fast to 
ozone gas and have high density and good glossiness, we, the present Inventors, have found that the problems men- 
tioned above can be solved by a combination of an inkjet recording sheet that has a colorant-receiving layer containing 
a cationic polymer having at least any of primary, secondary or tertiary amino groups, and an ink set that comprises 

55 specific dyes not heretofore known in point of their oxidation potentiai. This is the third aspect of the invention. 

[0023] Specifically, the third aspect of the invention provides an inkjet recording method of forming an image on an 
Inkjet recording sheet that has, on a support, a colorant-receiving layer which contains a cationic polymer having at 
least any one of primary, secondary or tertiary amino groups, by using an inkjet recording Ink set that comprises, as 
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minimum constituent elements thereof, a yellow ink which contains at least one yellow dye, a magenta ink which 
contains at least one magenta dye and a cyan ink which contains at least one cyan dye, wherein an oxidation potential 
of the magenta dye and an oxidation potential of the cyan dye are each nobler than 0.8 V (vs SCE). 
[0024] The cationic polymer preferably has at least one primary amine. 

5 [0025] Also preferably, the cationic polymer is at least one of polyallylamine, polyvinylamine and their derivatives. 
[0026] Also preferably, the colorant-receiving layer is fomried by applying a coating liquid that contains at least fine 
particles and water-soluble resin, onto the support followed by crosslinking and curing the coating layer. Still preferably, 
the coating layer is crosslinked and cured as follows: a basic solution having pH of at least 7.1 is applied onto the 
coating layer, with a crosslinking agent being added to the coating liquid and/or to the basic solution, either (1 ) at the 

10 same time that the coating liquid is applied onto the support to form the coating layer or (2) in the course of drying the 
' coating layer formed by applying the coating liquid onto the support before the coating layer exhibits a falling rate of 
drying. 

[0027] Also having studied to achieve an Inkjet recording method capable of giving color images that are fast to 
' ozone gas and have high density, We, the present inventors, have found that the problems mentioned above can be 
75 ^ solved by a combination of an Inkjet recording sheet that has a colorant-receiving layer containing a quatemary cationic 
" polymer having an aromatic group in a partial structure thereof, and an ink set that comprises specific dyes not here- 
\ofore known in point of their oxidation potential. This is the fourth aspect of the invention. 

[0028] Specifically, the fourth aspect of the Invention provides an Inkjet recording method of forming an image on an 
Inkjet recording sheet that has, on a support, a colorant-receiving layer which contains a quaternary cationic polymer 

20 having at least one aromatic group in a partial structure thereof, by using an Inkjet recording ink set that comprises, 
as minimum constituent elements thereof, a yellow ink which contains at least one yellow dye, a magenta Ink which 
contains at least one magenta dye and a cyan ink which contains at least one cyan dye, wherein an oxidation potential 
of the magenta dye and an oxidation potential of the cyan dye are each nobler than 0.8 V (vs SCE). 
[0029] The cationic polymer preferably has a benzyl bond in a partial skeleton thereof. 

25 [0030] According to the first to fourth aspect of the present invention, we have found that, when the dyes of three 
primary colors satisfy the potential characteristics, then not only the reactivity of the respective dyes to ozone is sig- 
nificantly retarded but also the light fastness thereof is improved and the dyes of different colors do not interact each 
other, therefore having no problem of fading in the area where they are mixed. We have further found that, when dyes, 
especially magenta dyes or cyan dyes not satisfying the specific potential condition are used as opposed to the above, 

30 then the images formed lose their overall color balance and the full-color image quality thereof is greatly lowered. 
Further our findings are as follows: even when inks of different densities are used as in the recent technique employed 
forincreasing color reproducibility, pale color Inks are free from a problem of light fastness. In addition, since the stability 
of the dyes themselves is improved, the oxidation stability of inks is also improved and the warranty period of the 
commercial products of inks can be prolonged. 

35 

DETAILED DESCRIPTION OF THE INVENTION 

[0031] The first to fourth aspects of the present invention are described in detail hereinunder. 
[0032] First described is the first aspect of the invention. 

40 

<lnkjet recording ink> 
(Dye) 

45 [0033] Magenta dye and cyan dye of which the oxidation potential is nobler than 0.8 V (vs SCE) are used In the 
Invention. The dyes of which the oxidation potential is further nobler are more prefen-ed. More preferably, the oxidation 
potential of the dyes is nobler than 1 .0 V (vs SCE), even more preferably nobler than 1 ,1 V (vs SCE), still more preferably 
nobler than 1.15 V (vs SCE). most preferably nobler than 1 .2 V (vs SCE). 

[0034] The value of oxidation potential of a sample indicates the degree of transferability of electrons from the sample 
50 to an electrode. The sample having a larger value of oxidation potential (having a nobler oxidation potential) means 
that electrons are harder to be transferred from the sample to an electrode, or in other words, the sample Is harder to 
be oxidized. As to the structure of a compound, the oxidation potential of the compound is nobler when an electron- 
attracting group is introduced thereinto, but Is baser when an electron-donating group is introduced thereinto. 
[0035] The value of oxidation potential will be described in detail hereinunder. Briefly, it means that the potential at 
55 which electrons are drawn off from a compound when the compound forms an anode in voltammetry, and it is believed 
that the oxidation potential of a compound is approximately the same as the energy level of ground-state HOMO of 
the compound. 

[0036] We, the present inventors, have studied the ozone fastness of color Images, and have found that there is a 
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correlation between the oxidation potential of the connpound in a color image and the ozone fastness of the color image, 
and, when a compound of which the oxidation potential is nobler than saturated calomel electrode (SCE) Is used in 
forming a color Image, the ozone fastness of the color image Increases. 

[0037] The reason why the ozone fastness of the color Image Is Improved may be clarified from the relationship 
5 between HOMO (highest occupied molecular orbital) and LUMO (lowest unoccupied molecular orbital) of the compound 
and ozone gas. Specifically, it is believed that a colorant is oxidized through reaction of HOMO of the colorant with 
LUMO of ozone gas, and, as a result, the ozone fastness of a color image will be thereby lowered. Therefore, for 
improving the ozone fastness of color images, HOMO of the colorant shall be lowered to thereby lower the reactivity 
thereof with ozone gas. 

10 [0038] The value of oxidation potential (Eox) may be readily measured by anyone skilled in the art. For example, 
methods of measuring it are described in New Instrumental Methods in Electrochemistry by P. Delahay (1954, inter- 
science Publishers); Electrochemical Methods by A. J. B3rd et al. (1980, John Wiley & Sons); and Electrochemical 
Measurement Methods by A. Fujishlma et al. (1984, Glhodo Publishing). 

[0039] Measurement of oxidation potential is described materially. A sample to be analyzed is dissolved in a solvent 
15 such as dimethylformamide or acetonitrile that contains a supporting electrolyte such as sodium perchlorate or tetrap- 
ropylammonium perchlorate to have a concentration of from 1 x iQ-e to 1 x lO""* mol-dm-^. and its value of oxidation 
potential versus SCE (saturated calomel electrode) is measured through cyclic voltammetry or DC polarography 
[0040] For the supporting electrolyte and the solvent, suitable compounds may be selected depending on the oxi- 
dation potential and the solubillly therein of the sample to be analyzed. Examples of usable supporting electrolytes 
20 and solvents are described in Electiochemical Measurement Methods by A. Fujishima etal. (1984, Glhodo Publishing, 
pp. 101-118). 

[0041] The value of oxidation potential may deviate by tens millivolts or so, owingtothe influence of the liquid junction 
potential or the sample solution resistance thereon, but it may be calibrated with a standard sample (e.g.. hydroqul- 
none). In that manner, the reproducibility of the thus-measured potential value is ensured. 

25 [0042] In the invention, the oxidation potential of a compound Is measured in N,N-dlmethylformamide (in this, the 
concentration of the compound is 1 x 10*3 mol-dm-^) that contains 0.1 mol-dm'^ of a supporting electrolyte, tetrapro- 
pylammonlum perchlorate through DC polarography using SCE (saturated calomel electrode) as the reference elec- 
trode, a graphite electrode as the working electrode and a platinum electrode as the counter electrode. 
[0043] Dyes of any structure satisfying the above-mentioned requirement for the oxidation potential thereof may be 

30 used in the invention. In particular, since yellow dyes are naturally noble in point of oxidation potential (having low 
HOMO), there is not so much limitation on their structure. The structure of the dyes necessary for satisfying the above- 
mentioned requirement for the oxidation potential thereof is described in detail hereinunder 

[0044] In the invention, for lowering the reactivity of dye with ozone, a type of electrophile, it is desirable to introduce 
an electron-attracting group into the skeleton of dye to thereby make the oxidation potential of dye nobler. This is 

35 described with reference to the Hammett's substituent constant, ap, a criterion of the degree of electrophilicity or elec- 
tron-donability of substituents. Concretely, when a substituent having a large op value such as nitro, cyano, sulfinyl, 
sulfonyl or sulfamoyi group is introduced into dye, then the oxidation potential of the thus-modified dye may be nobler. 
[0045] The Hammetf s substituent constant op Is described briefly. The Hammett's rule Is a rule of thumb proposed 
by L. P. Hammett In 1935 for quantitatively discussing the influence of substituents on the reaction or equilibrium of 

40 benzene derivatives, and its reasonableness is widely admitted in the art. The substituent constant to be obtained by 
the Hammett's rule includes two values op and am, and these are seen in many ordinary documents. For example, 
their details are in Lange's Handbook of Chemistry by J. A. Dean (Ed. 12. 1979, McGraw-Hill); and extra Issue of 
Chemical Region (Kagakuno Ryoiki) (No. 122. pp. 96-103, 1979. Nanko-do), 

[0046] In addition to the above-mentioned substituents, in general, those having a larger number of atoms of higher 
45 electronic negativity as the constituent atoms of chromophores are more effective for making the oxidation potential 

of dye nobler. Therefore, for example, unsaturated hetero rings are preferred to aryl groups for the constitutive elements 

of chromophores as they are more effective for making the oxidation potential of dye nobler. Heleroatoms of higher 

electronic negativity are, for example, nitrogen, oxygen and sulfur atoms, and nitrogen atom is especially prefeired. 

[0047] Accordingly, dyes in which the chromophore includes a heteroatom or contains an unsaturated hetero ring or 
so an electron-attracting group are pi-eferred for use in the invention. 

[0048] Preferred examples of chromophores that Include a heteroatom are azo dyes, azomethine dyes and phthalo- 

cyanlne dyes. Azo dyes are especially preferred. 

[0049] The unsaturated hetero ring is preferably a 6- or 6-membered unsaturated hetero ring, including, for example, 
thiophene, furan, pyrrole, thiazole, oxazole, imidazole, isothiazole, isoxazole, pyrazole, thiadiazole, oxadiazole, tria- 
55 zole, pyridine, pyridazine, pyrimidine and pyrazine rings. The unsaturated hetero ring may form a condensed ring with 
a hydrocarbon ring and/or an additional hetero ring. In a nitrogen-containing hetero ring, the nitrogen atom may be 
quaternated. In the case where only one tautomer of a tautomeric hetero ring is described, it means to include the 
other tautomer Of those mentioned above, preferred are thiazole. isothiazole. pyrazole, thiadiazole, pyridine, pyrimi- 
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dine and pym^ine rings. Most preferred are isotiiiazole. pyrazole, 1 ,2.4-thiadiazole, 1 .3,4-thiadiazole and pyridine rings. 
[0050] Preferably, the Hammett's op of the electron-attracting substituent is at least 0.40, more preferably at least 
0.45. most preferably at least 0.50. In the case where one chromophore In dye has multiple electron-attracting groups, 
the sum total of op of all the groups is preferably at least 0.50, more preferably at least 0.60, most preferably at least 
0.70. Examples of the electron-attracting group having op of at least 0.40 are described in above-mentioned Lange*s 
Handbook o1 Chemistry by J. A. Dean (Ed. 12, 1979, McGraw-Hill), and extra issue of Chemical Region (Kagaku no 
Ryoiki) (No. 122, pp. 96-103, 1979. Nanko-do). 

[0051] Preferred dyes used in the invention are combination of the following general formula (I): 

(Ch) - (EWG)„ General Fomnula (I) 



wherein Ch represents an unsaturated hetero ring-containing chromophore; EWG represents an electron-attracting 
substituent with op of at least 0.40, mentioned hereinunder; n indicates an integer of from 1 to 8. 
[0052] Ch includes various chromophores of azo dyes, phthalocyanine dyes, azomethine dyes, quinone dyes (e.g.. 
anthraquinone dyes, anthrapyridone dyes), carbonium dyes (e.g., triphenylmethane dyes, xanthene dyes, acrldine 
dyes) and azine dyes (e.g., oxazine dyes, thiazine dyes) that have an unsaturated hetero ring-containing chromophore. 
Preferred are azo dyes, phthalocyanine dyes, azomethine dyes and anthrapyridone dyes that have an unsaturated 
hetero ring-containing chromophore; and most preferred are azo dyes and phthalocyanine dyes that have an unsatu- 
rated hetero ring-containing chromophore. 

[0053] Azo dyes preferred for magenta and yellow dyes in the Invention are represented by the following general 
formula (M); 

25 Het(A) - N = N - Het(B) General Formula (II) 

wherein Het(A) and Het(B) each represent a 5- or 6-membered unsaturated hetero ring. 

[0054] Examples of the unsaturated hetero ring for Het(A) and Het(B) are thiophene, furan, pyrrole, thiazole, oxazole, 
imidazole, isothiazole, isoxazole, pyrazole, thiadiazole, oxadiazole, triazole, pyridine, pyridazine, pyrimidine and pyra- 
zine rings. These unsaturated hetero rings have an additional substituent. The substituents on the unsaturated hetero 
ring may bond to each other to form a condensed ring with a hydrocarbon ring or an additional unsaturated hetero ring, 
and the condensed ring may have an additional substituent. In a nitrogen-containing unsaturated hetero ring, the ni- 
trogen atom may be quatemated. In the case where only one tautomer of a tautomeric unsaturated hetero ring is 
described, it means to include the other tautomer 
^5 [0055] In the case where the dye is a water-soluble dye, it preferably has an additional ionic hydrophilic substituent. 
The ionic hydrophilicsubstituent includes a sulfo group, a carboxyl group, a phosphono group, a quaternary ammonium 
group, etc. 

[0056] The hetero ring for Het(A) and Het(B) is preferably any of thiazole, isothiazole, pyrazole, thiadiazole, pyridine 
and pyrazine rings. More preferably, it is any of isothiazole, pyrazole, thiadiazole and pyridine ring; and most preferably 
it is any of pyrazole, 1 ,2,4-thiadiazole and pyridine rings. 

[0057] Het(A) and Het(B) may have a substituent. The substituent includes, for example, a halogen atom, an alkyi 
group (including a cycloalkyl group), an alkenyl group (including a cycloalkenyl group), an alkynyl group, an aryl group, 
a heterocyclic group, a cyano group, a hydroxy! group, a nitro group, a cartDoxyl group, an alkoxy group, an aryloxy 
group, a silyloxy group, a heterocyclic-oxy group, an acyloxy group, a carbamoyloxy group, an alkoxycarbonyloxy 
group, an aryloxycarbonyloxy group, an amino group (including an aniline group), an acylamino group, an aminocar- 
bonylamino group, an alkoxycarbonylamino group, an aryloxycarbonylamino group, a sulfamoylamino group, an alkyI 
and arylsulfonylamino group, a mercapto group, an alkylthio group, an arylthio group, a heterocyclic-thio group, a 
sulfamoyi group, a sulfo group, an alkyI and arylsulfinyl group, an alkyI and arylsulfonyl group, an acyl group, an ary- 
loxycarbonyl group, an alkoxycarbonyl group, a carbamoyl group, an aryl and helerocyclic-azo group, an imido group, 
^so 3 phosphino group, a phosphono group, a phosphinyl group, a phosphinyloxy group, a phosphinylamino group, and a 
stiyi group. Above all, preferred are substituents of a halogen atom, a heterocyclic group, a cyano group, a nitro group, 
a carboxyl group, an acyloxy group, a carbamoyloxy group, an alkoxycarbonyloxy group, an aryloxycarbonyloxy group, 
a suffamoyi group, a sulfo group, an alky! and arylsulfinyl group, an alky! and arylsulfinyl group, an acyl group, an 
aryloxycartDonyl group, an alkoxycarbonyl group, a carbamoyl group, an imido group, a phosphoryl group, a phosphono 
group, a phosphinoyi group, a phosphonyl group, a phosphonoyloxy group, and a phosphinoylamtno group. In partic- 
ular, especially preferred are electron -attracting groups, and more preferred are those having op of at least 0.40. Ex- 
amples of the substituents having ap of at least 0.40 are a cyano group, a nitro group, a carboxyl group, a sulfamoyi 
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group an alkyl and arylsulflnyl group, an alkyl and arylsulfonyl group, an acyl group, an aryloxycarbonyl group, an 
alkoxycarbonyl group, a carbamoyl group, an Imldo group, a phosphono group, a phosphoryl. group, as well as an alkyl 
group substituted with an electron-attracting group (e.g., trIhalomethyL perfluoroalkyi, dicyanomethyl, iminome hyl) 
an alkenyl group substituted with an electron-attracting group (e.g.. tricyanovinyl), and a quaternary salt substituent 
5 (eg sulfonium ammonium,phosphonium).Ofthefunctionalgroupsmentionedabove.thosehavingahydrogen atom 
may be further substituted by removing the hydrogen atom and substituting it with any of the above-mentioned groups. 
Examples of the substituents are an alkylcarbonylaminosulfonyl group, an arylcarbonylamlnosulfonyl group, an alkyl- 
sulfonylamlnocarbonyl group, and an arylsulfonylaminocarbonyl group. 

[0058] The substituents on the hetero ring may bond to each other to form a condensed ring wrth the heteroatom. 
10 and the condensed ring may further have an additional substituent. 

[0059] Preferred examples of the magenta dyes for use herein are those represented by the following general formula 

(M-i): 

,5 General Formula (M-I) 



A— N=N 

20 



[0060] In general formula (M-l). A represents a residue of a 5-membered heterocyclic diazo component A-NHg; B 
25 and B2 represent -CRi= and -CR2=, respectively, or any one of them represents a nitrogen atom and the other repre- 
sents -CRi= or -CR2=- R5 and R6 each independently represent a hydrogen atom, an aliphatic group, an aromatic 
group, a heterocyclic group, an acyl group, an alkoxycarbonyl group, an afyloxycartoonyl group, a carbamoyl group, 
an alkyl or arylsulfonyl group, or a sulfamoyl group, which may have an additional substituent. 
[0061 ] G Ri and R2 each independently represent a hydrogen atom, a halogen atom, an aliphatic group, an aromatic 
30 group, a heterocyclic group, a cyano group, a carboxyl group, a carbamoyl group, an alkoxycarbonyl group, an ary- 
loxycarbonyl group, a heterocyclic-oxycarbonyl group, an acyl group, a hydroxyl group, an alkoxy group, an ary oxy 
group a heterocyclic-oxy group, a silyloxy group, an acyloxy group, a caitamoyloxy group, an alkoxycartoonyloxy 
group an aryloxycarbonyloxy group, an amino group (including a heterocyclic amino group and an anilino group), an 
acylamino group, an ureldo group, a sulfamoylamino group, an alkoxycarbonylamino group, an aryloxycarbonylamino 
35 group, an alkyl or aiylsulfonylamino group, a heterocyclic sulfonylamino group, a nitro group, an alkyl or ary thio group, 
an alkyl or arylsulfonyl group, a heterocyclic sulfonyl group, an alkyl or arylsulfinyl group, a heterocyclic sulfinyl group 
a sulfamoyl group, a sulfo group or a heterocyclic-thio group, which may be optionally substituted. R^ and R . or R 
and R6 may bond to each other to form a 5- or 6-membered ring. 

[00621 In general formula (M-l). A represents a residue of a 5-membered heterocyclic diazo component A-NHg. 

40 Examples of the heteroatom of the hetero ring are N. O and S. Preferably, the hetero ring is a nitrogen-containing 
5-membered hetero ring. The hetero ring may be condensed with an aliphatic ring, an aromatic ring or any other hetero 
ring Preferred examples of the hetero ring for A are pyrazole. Imidazole, thiazole. isothiazole. thiadiazole. benzothia- 
zole. benzoxazole and benzisothiazole rings. These hetero rings may be further substituted. Above all. Pyrazolf ; -n^'" 
dazole. isothiazole. thiadiazole and benzothiazole rings represented by the following general fomiula (a) to (f) are 

45 preferred. 
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General Formula 

(a) (b) 



10 



15 



20 



25 



30 



35 




[0063] In general formulae (a) to (f), to R20 represent the same substituents as those described for G. R1 and R2. 
Of fomnulae (a) to (f), prefen-ed are pyrazole and Isothiazole rings of formulae (a) and (b); and most preferred is the 
pyrazole ring of formula (a). 

[0064] In general formula (M-l), and represent -CR''= and -CR2=, respectively, or any one of them represents 
a nitrogen atom and the other represents -CR''= or -CR2=. Preferably, they represent -CR^s and -CR2=. 
[0065] R5 and R® each Independently represent a hydrogen atom, an aliphatic group, an aromatic group, a hetero- 
cyclic group, an acyl group, an alkoxycarbonyl group, an aryloxycarbonyl group, a carbamoyl group, an alkyl or aryl- 
sulfonyl group, or a sulfamoyi group, which may have an additional substituent. Preferably. R^ and R^ each are any of 
a hydrogen atom, an aliphatic group, an aromatic group, a heterocyclic group, an acyl group, or an alkyl or arylsulfonyl 
group; more preferably, any of a hydrogen atom, an aromatic group, a heterocyclic group, an acyl group, or an alkyl 
or arylsulfonyl group; most preferably, any of a hydrogen atom, an aryf group or a heterocyclic group. The groups may 
be further substituted. However, RS and R^ are not hydrogen atoms at the same time. 

[0066] G, R"! and R2 each independently represent a hydrogen atom, a halogen atom, an aliphatic group, an aromatic 
group, a heterocyclic group, a cyano group, a carboxyl group, a carbamoyl group, an alkoxycarbonyl group, an ary- 
loxycarbonyl group, a heterocyclic-oxycarbonyl group, an acyl group, a hydroxyl group, an alkoxy group, an aryloxy 
group, a heterocyclic-oxy group, a silyloxy group, an acyloxy group, a carbamoyloxy group, an alkoxycarbonyloxy 
group, an aryloxycarbonyloxy group, an amino group (including an anilino group and a heterocyclic amino group), an 
acylamino group, an ureido group, a sulfamoylamino group, an alkoxycarbonylamino group, an aryloxycarbonylamino 
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group, an alkyi or arylsulfonylamino group, a heterocyclic sulfonylamino group, a nitro group, an alkyi or arylthio group, 
a heterocyclic-thio group, an alkyi or arylsulfonyl group, a heterocyclic sulfonyl group, an alkyi or arylsulflnyl group, a 
heterocyclic sulfinyl group, a sulfamoyi group or a suite group, which may be optionally substituted. 
[0067] Preferably, G is any of a hydrogen atom, a halogen atom, an aliphatic group, an aromatic group, a hydroxyl 
group, an alkoxy group, an aryloxy group, an acyloxy group, a heterocyclic-oxy group, an amino group (including an 
anilino group and a heterocyclic amino group), an acylamino group, an ureido group, a sulfamoylamino group, an 
alkoxycarbonylamino group, an aryloxycarbonylamino group, an alkyi or arylthio group or a heterocyctic-thio group; 
more preferably any of a hydrogen atom, a halogen atom, an alkyi group, a hydroxyl group, an alkoxy group, an aryloxy 
group, an acyloxy group, an amino group (including an anilino group and a heterocyclic amino group) or an acylamino 
group! most preferably any of a hydrogen atom, an anilino group or an acylamino group. The groups may be further 
substituted. 

[0068] Also preferably, and R2 each are any of a hydrogen atom_. an alkyi group, a halogen atom, an alkoxycarbonyi 
group, a carboxyl group, a carbamoyl group, a hydroxy! group, an alkoxy group or a cyano group. These groups may 
be further substituted. and RS, or RS and R^ may bond to each other to form a 5- or 6-membered ring. 
[0069] In the case where the groups of A, H\ R2. RS. R6 and G are further substituted, the substituents mentioned 
above for G, R^ and R2 are refen-ed to for the substituents of the substituted groups. 

[0070] In the case where the dyes of the invention are soluble in water, it is desirable that any of A. R^ R , R 
and G has an additional substltuent of an ionic hydrophlllc group. The Ionic hydrophliic group for the substituent includes 
a sulfo group, a carboxyl group, a phosphono group and a quaternary ammonium group. For the ionic hydrophilic 
group, preferred are a carboxyl group, a phosphono group and a sulfo group; and more preferred are a carboxyl group 
and a sulfo group. The carboxyl. phosphono and sulfo groups may be in the fomn of salts. Examples of the counter ion 
to form the salts are ammonium ions, alkali metal ions (e.g., lithium, sodium and potassium ions), and organic cations 
(e.g., tetramethylammonlum tetramethylguanidlum and tetramethylphosphonium ions). 

[0071 ] The aliphatic group as refen-ed to herein means to include an alky! group, a substituted alkyi group, an alkenyl 
group, a substituted alkenyl group, an alkynyl group, a substituted alkynyl group, an aralkyi group and a substituted 
aralkyi group. The aliphatic group may be branched or may be cyclic. Preferably, the aliphatic group has from 1 to 20 
carbon atoms, more preferably from 1 to 16 carbon atoms. The aryl moiety of the aralkyi group and the substituted 
aralkyi group is preferably a phenyl or naphthyl group, more preferably a phenyl group. Examples of the aliphatic group 
are methyl, ethyl, butyl, isopropyl. t-butyl hydroxyethyl, methoxyethyl, cyanoethyi, trifluoromethyl. S-suIfopropyl, 4-su|. 
fobutyl, cyclohexyl. benzyl, 2-phenethyl, vinyl and allyl groups. 

[0072] The aromatic group as referred to herein means to include an aryl group and a substituted aryl group. The 
aryl group is preferably a phenyl or naphthyl group, more preferably a phenyl group. The aromatic group preferably 
has from 6 to 20 carbon atoms, more preferably from 6 to 1 6 carbon atoms. Examples of the aromatic group are phenyl, 
p-tolyl, p-methoxyphenyl, o-chlorophenyl and m'(3-sulfopropylamino)phenyl groups. 

[0073] The heterocyclic group means to include a substituted heterocyclic group and an unsubstituted heterocyclic 
group The hetero ring may be condensed with an aliphatic ring, an aromatic or any other hetero ring. The heterocyclic 
group is preferably a 5- or 6-membered heterocyclic group. Examples of the substituent of the substituted heterocyclic 
group are an aliphatic group, a halogen atom, an alkyi and arylsulfonyl group, an acyl group, an acylamino group, a 
sulfamoyi group, a carbamoyl group, and an ionic hydrophilic group. Examples of the heterocyclic group are 2-pyridyl, 
2-thienyl, 2-thiazolyl. 2-benzothiazolyI, 2-benzoxazolyl and 2-furyl groups. 

[0074] The alkyi and arylsulfonyl group means to include a substituted alkyi and arylsulfonyl group, and an unsub- 
stituted alkyi and arylsulfonyl group. Examples of the alkyi and arylsulfonyl group are methylsulfonyl and phenylsulfonyl 

groups. . ... 

[0075] The alkyi and arylsulflnyl group means to include a substituted alkyi and arylsulfinyl group, and an unsubsti- 
tuted alkyi and arylsulfinyl group. Examples of the alkyi and arylsulfinyl group are methylsulfinyl and phenylsulfinyl 
groups. 

[0076] The acyl group means to include a substituted acyl group and an unsubstituted acryl group. The acyl group 
preferably has from 1 to 20 cait>on atoms. One example of the substituent of the substituted acyl group is an ionic 
hydrophilic group. Examples of the acyl group are acetyl and benzoyl groups. 
[0077] The halogen atom includes fluorine, chlorine and bromine atoms. 

[0078] The amino group includes an amino group substituted with an alkyi. aryl or heterocyclic group. The alkyi. aryl 
and heterocyclic groups may be further substituted. The alkylamino group preferably has from 1 to 20 carbon atoms. 
One example of the substituent of the substituted groups is an ionic hydrophilic group. Examples of the alkylamino 
group are methylamino and diethylamino groups. 

[0079] The arylamino group means to include a substituted arylamino group and an unsubstituted arylamino group. 
The arylamino group preferably has from 6 to 20 carbon atoms. Examples of the substituent of the substituted arylamino 
group are a halogen atom and an ionic hydrophilic group. Examples of the arylamino group are phenylamino and 
2-chlorophenylamino groups. 
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[0080] The heterocyclic amino group means to include a substituted heterocyclic amino group and an unsubstituted 
heterocyclic amino group. The heterocyclic amino group preferably has from 2 to 20 carbon atoms. Examples of the 
substituent of the substituted group are an alky! group, a halogen atom and an ionic hydrophilic group. 
[0081] The alkoxy group means to include a substituted alkoxy group and an unsubstituted alkoxy group. The alkoxy 
5 group preferably has from 1 to 20 carbon atoms. Examples of the substituent of the substituted alkoxy group are an 
alkoxy group, a hydroxy! group, and an ionic hydrophilic group. Examples of the alkoxy group are methoxy, ethoxy, 
isopropoxy. methoxyethoxy. hydroxyethoxy and 3-carboxypropoxy groups. 

[0082] The aryloxy group means to include a substituted aryloxy group and an unsubstituted aryloxy group. The 
aryloxy group preferably has from 6 to 20 carbon atoms. Examples of the substituent for the substituted aryloxy group 
10 are an alkoxy group and an ionic hydrophilic group. Examples of the aryloxy group are phenoxy, p-methoxyphenoxy 
and o-methoxyphenoxy groups. 

[0083] The silyloxy group is preferably substituted with an aliphatic and/or aromatic group having from 1 to 20 carbon 

atoms. Examples of the silyloxy group are trimethylsilyloxy and diphenylmethylsilyloxy groups. 

[0084] The heterocyclic-oxy group means to include a substituted heterocyclic-oxy group and an unsubstituted het- 

15 erocyclic-oxy group. The heterocycllc-oxy group preferably has from 2 to 20 carbon atoms. Examples of the substituent 
of the substituted heterocyclic-oxy group are an alkyi group, an alkoxy group, and an ionic hydrophilic group. Examples 
' of the heterocyclic-oxy group are 3-pyridyloxy and 3-thienyloxy groups. • 
[0085] The alkoxycarbonyioxy group means to include a substituted alkoxycarbonyloxy group and an unsubstituted 
alkoxycarbonyloxy group. The alkoxycarbonyloxy group preferably has from 2 lo 20 carbon atoms. Examples of the 

20 alkoxycarbonyloxy group are methoxycarbonyloxy and isopropoxycarbonyloxy groups. 

[0086] The aryloxycarbonyloxy group means to include a substituted aryloxycarbonyloxy group and an unsubstituted 
aryloxycarbonyloxy group. The aryloxycarbonyloxy group preferably has from 7 to 20 carbon atoms. One example of 
the aryloxycarbonyloxy group is a phenoxycarbonyloxy group. 

[0087] The acylamino group means to include a substituted acylamino group and an unsubstituted acylartirno group. 
2s The acylamino group preferably has from 2 to 20 carbon atoms. One example of the substituent of the substituted 
acylamino group is an ionic hydrophilic group. Examples of the acylamino group are acetylamino, propionylamino, 
benzoylaminO: N-phenylacetylamino and 3,5-disulfoben2oylamino groups. 

[0088] The ureldo group means to include a substituted ureido group and an unsubstituted ureido group. The ureido 
group preferably has from 1 to 20 carbon atoms. Examples of the substituent of the substituted ureido group are an 
30 alkyI group and an aryl group. Examples of the ureido group are 3-methylureido. 3.3-dimethylureido and 3-phenylureido 
groups. 

[0089] The sulfamoylamino group means to include a substituted sulfamoylamino group and an unsubstituted sul- 
famoylamino group. One example of the substituent of the substituted sulfamoylamino group is an alkyI group. One 
example of the sulfamoylamino group is an N,N-dipropylsulfamoylamino group. 
35 [0090] The alkoxycarbonylamino group means to include a substituted alkoxycarbonylamino group and an unsub- 
stituted alkoxycarbonylamino group. The alkoxycarbonylamino group preferably has from 2 to 20 carbon atoms. One 
example of the substituent of the substituted alkoxycarbonylamino group is an Ionic hydrophilic group. One example 
of the alkoxycarbonylamino group is an ethoxycarbonylamino group. 

[0091] The alky! and arylsulfonylamino group means to Include a substituted alkyI and arylsulfonylamino group and 
40 an unsubstituted alkyI and arylsulfonylamino group. The sulfonylamino group preferably has from 1 to 20 carbon atoms. 
One example of the substituent of the substituted alkyi and arylsulfony group is an ionic hydrophilic group. Examples 
of the sulfonylamino group are methylsulfonylamino. N-phenyl-methylsu!fonylamino, phenylsulfonylamino and 3-car- 
boxyphenylsulfonylamino groups. 

[0092] The carbamoyl group means to include a substituted carbamoyl group and an unsubstituted carbamoyl group. 
45 One example of the substituent of the substituted carbamoyl group is an alkyI group. Examples of the carbamoyl group 
are methylcarbamoyi and dimethylcarbamoyi groups. 

[0093] The sulfamoyi group means lo include a substituted sulfamoyi group and an unsubstituted sulfamoyl group. 
One example of the substituent of the substituted sulfamoyi group is an alkyI group. Examples of the sulfamoyi group 
are dimethylsulfamoyi and di{2-hydroxyethyl)sulfamoyl groups. 
50 [0094] The alkoxycarbonyl group means to include a substituted alkoxycarbonyl group and an unsubstituted alkox- 
ycarbonyl group. The alkoxycarbonyl group preferably has from 2 to 20 carbon atoms. One example of the substituent 
of the substituted alkoxycarbonyl group is an ionic hydrophilic group. Examples of the alkoxycarbonyl group are meth- 
oxycarbonyl and ethoxycarbonyl groups. 

[0095] The acyloxy group means to include a substituted acyloxy group and an unsubstituted acyloxy group. The 
55 acyloxy group preferably has from 1 to 20 carbon atoms. One example of the substituent of the substituted acyloxy 
group is an ionic hydrophilic group. Examples of the acyloxy group are acetoxy and benzoyloxy groups. 
[0096] The carbamoyloxy group means to include a substituted carbamoyloxy group and an unsubstituted carbamoy- 
loxy group. One example of the substituent of the substituted carbamoyloxy group is an alkyl group. One example of 
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the carbamoyloxy group is an N-methylcarbamoyloxy group. 

[0097] The aryloxycarbonyl group means to include a substituted aryloxycarbonyl group and an unsubstituted ary- 
loxycarbonyl group. The aryloxycarbonyl group preferably has from 7 to 20 carbon atoms. One example of the sub- 
stituent of the substituted aryloxycarbonyl group is an ionic hydrophilic group. One example of the aryloxycarbonyl 

5 group is a phenoxycaVbonyl group. 

[0098] The aryloxycarbonylamino group means to include a substituted aryloxycarbonylamino group and an unsub- 
stituted aryloxycarbonylamino group. The aryloxycarbonylamino group preferably has from 7 to 20 carbon atoms. One 
example of the substituent of the substituted aryloxycarbonylamino group is an Ionic hydrophilic group. One example 
of the aryloxycarbonylamino group is a phenoxycarbonylamino group. 

10 [0099] The alkyi, aryl and heterocyclic-thio group means to include a substituted alkyl. aryl and heterocyclic-thio 
group and an unsubstituted alkyl, aryl and heterocyclic-thio group. The alkyl. aryl and heterocyclic-thio group preferably 
has from 1 to 20 carbon atoms. One example of the substituent of the substituted alkyl, aryl and heterocyclic-thio group 
Is an ionic hydrophilic group. Examples of the alkyl, aryl and heterocyclic-thio group are methylthio, phenylthio and 
2'pyridylthio groups. 

15 [0100] The heterocyclic-oxycarbonyl group means to include a substituted heterocyclic-oxycarbonyl group and an 
unsubstituted heterocyclic-oxycarbonyl group. The heterocyclic-oxycarbonyl group preferably has from 2 to 20 carbon 
atoms. One example of the substituent of the substituted group Is an Ionic hydrophilic group. One example of the 
heterocyclic-oxycarbonyl group Is a 2-pyrldyloxycarbonyl group. 

[0101] The heterocyclic sulfonylamino group means to include a substituted heterocyclic sulfonylamino group and 
20 an unsubstituted heterocyclic sulfonylamino group. The heterocyclic sulfonylamino group preferably has from 1 to 12 
carbon atoms. One example of the substituent of the substituted heterocyclic sulfonylamino group is an ionic hydrophilic 
group. Examples of the heterocyclic sulfonylamino group are 2-thlophenesulfonylamino and 3-pyridinesulfonylamino 

groups. . 
[0102] The heterocyclic sulfonyl group means to include a substituted heterocyclic sulfonyl group and an unsubsti- 
25 tuted heterocyclic sulfonyl group The heterocyclic sulfonyl group preferably has from 1 to 20 carbon atoms. One 
example of the substituent of the substituted heterocyclic sulfonyl group is an ionic hydrophilic group. Examples of the 
heterocyclic sulfonyl group are 2-thiophenesulfonyl and 3-pyridlnesulfonyl groups. 

[01 03] The heterocyclic sulf inyl group means to include a substituted heterocyclic sulfinyl group and an unsubstituted 
heterocyclic sulfinyl group. The heterocyclic sulfinyl group preferably has from 1 to 20 carbon atoms. One example of 
30 the substituent of the substituted group is an ionic hydrophilic group. One example of the heterocyclic sulfinyl group is 
a 4-pyridinesulfinyl group. 

[01 p4] The dyes of formula (M-l) used in the invention are preferably those represented by the following general 
fomriula (M-ll): 



35 



40 



45 



General Formula (M— E) 




[0105] In general fomiula (M-ll), represents an electron-attracting group having a Hammett's substituent constant 
so ap of at least 0.20. Preferably. is an electron-attracting group having op of at least 0.30, more preferably at least 
0.45. further preferably at least 0.60, but not exceeding 1 .0. Preferred examples of the electron-attracting group for Z^ 
are rnentioned below. Above all. Z, is preferably any of an acyl group having from 2 to 20 carbon atoms, an alkyloxy- 
carbonyl group having from 2 to 20 carbon atoms, a nitro group, a cyano group, an alkylsulfonyl group having from 1 
to 20 carbon atoms, an arylsutfonyl group having from 6 to 20 carbon atoms, a carbamoyl group having from 1 to 20 
55 carbon atoms, or a halogenoalkyi group having from 1 to 20 carbon atoms; more preferably any of a cyano group, an 
alkylsulfonyl group having from 1 to 20 carbon atoms, or an arylsulfonyl group having from 6 to 20 carbon atoms; most 
preferably a cyano group. 

[0106] R1 , R2, R5 and have the same meanings as those in formula (M-l). R3 and R^ each independently represent 



11 



BNSDOCID: <EP 1352754A2.L> 



10 



15 



20 



EP 1 352 754 A2 

a hydrogen atom, an aliphatic group, an aronnatic group, a heterocyclic group, an acyl group, an alkoxycarbonyl group, 
an aryloxycarbonyl group, a carbamoyl group, an alkyi or arylsulfonyl group, or a sulfamoyi group. Above all, they are 
preferably any of a hydrogen atom, an aromatic group, a heterocyclic group, an acyl group, or an alkyI or arylsulfonyl 
group; more preferably any of a hydrogen atom, an aromatic group, or a heterocyclic group. Zg represents a hydrogen 
atom, an aliphatic group, an aromatic group or a heterocyclic group. Q represents a hydrogen atom, an aliphatic group, 
an aromatic group or a heterocyclic group. Above all. Q is preferably a group that comprises non-metallic atoms nec- 
essary for forming a 5- to 8-membered ring. The 5- to 8-membered ring may be substituted, and may'be a saturated 
ring or may have an unsaturated bond. Above all. it is more preferably an aromatic group or a heterocyclic group. 
Preferred non-metallic atoms for it are nitrogen, oxygen, sulfur and carbon atoms. Examples of the cyclic structure are 
benzene, cyclopentane, cyclohexane, cycloheptane, cycloctane. cyclohexene, pyridine, pyrimidine, pyrazine. pyri- 
dazine, triazine. imidazole, benzlmidazole. oxazole, benzoxazole, thiazole, benzothiazole, oxane, sulforane and thian 
rings. 

[0107] The substituents in general formula (M-ll) may be further substituted. In the case where they are further 
substituted, the substituents described for the groups in formula (M-l) and the groups hereinabove mentioned for G, 

and R2 and also ionic hydrophilic groups are referred to for the additional substituents for them. 
[0108] The electron-attracting group having a Hammett's substituent constant op of at least 0.60 includes, for ex- 
ample, a cyano group, a nitro group, an alkylsulfonyl group (e.g., methanes u If ony I group), and an arylsulfonyl group 
(e.g.. benzenesulfonyl group). 

[0109] Examples of the eleclron-atlracling group having a Hammetfs subsllluenl constant op of at least 0.45 are, in 
addition to the groups mentioned above, an acyl group (e.g., acetyl group), an alkoxycarbonyl group (e.g.. dodecy- 
loxycarbonyl group), an aryloxycarbonyl group (e.g., m-chlorophenoxycart)onyl), an alkylsulfinyl group (e.g.. n-propyl- 
sulfinyl), an arylsulfinyl group (e.g., phenylsulfinyl). a sulfamoyi group (e.g.. N-ethylsulfamoyl. N.N-dimethylsulfamoyI). 
and a halogenoalkyi group (e.g., trifluoromethyl). 

[01 1 0] Examples of the electron-attracting group having a Hammett's substituent constant ap of at least 6.30 kre, in 
addition to the groups mentioned above, an acyloxy group (e.g., acetoxy), a carbamoyl group (e.g., N-ethylcarbamoyI, 
N.N-dlbutylcarbamoyI), a halogenoalkoxy group (e.g.. trifluoromethoxy), a halogenoaryloxy group (e.g., pentafluoroph- 
enyloxy), a sulfonyloxy group (e.g.. methylsulfonyloxy). a halogenoalkylthio group (e.g.. difluoromethylthio). an aryl 
group substituted with at least two electron-attracting groups each having op of at least 0.15 (e.g., 2,4-dinitrophenyl, 
pentachlorophenyl), and a heterocyclic group (e.g.. 2-benzoxazolyl, 2-benzothiazolyl. 1-phenyl-2-benzimidazolyl). Ex- 
amples of the electron-attracting group having ap of at least 0.20 are. in addition to the groups mentioned above, a 
halogen atom. 

[01 11] Especially preferred combinations of the substituents of the azo dyes of fonnula (M-l) are mentioned below. 
R5 and RS are preferably any of a hydrogen atom, an alkyI group, an aryl group, a heterocyclic group, a sulfonyl group 
or an acyl group; more preferably any of a hydrogen atom, an aryl group, a heterocyclic group or a sulfonyl group; 
most preferably any of a hydrogen atom, an aryl group or a heterocyclic group. However, RS and R6 must not be 
hydrogen atoms at the same time. 
[0112] G is preferably a hydrogen atom, a halogen atom, an alkyl group, a hydroxyl group, an amino group or an 
acylamino group, more preferably a hydrogen atom, a halogen atom, an amino group or an acylamino group, most 
preferably a hydrogen atom, an amino group or an acylamino group. 
40 [0113] A is preferably a pyrazole ring, an imidazole ring, an isothiazole ring, a thiadiazole ring or a benzothiazole 
ring, more preferably a pyrazole ring or an isothiazole ring, most preferably a pyrazole ring. 

[01 1 4] Also preferably, and B2 are -CRi= and -CR2=, respectively; and R1 and R2 are preferably any of a hydrogen 
atom, an alkyl group, a halogen atom, a cyano group, a carbamoyl group, a carboxyl group, a hydroxyl group, an alkoxy 
group or an alkoxycarbonyl group, more preferably any of a hydrogen atom, an alkyl group, a carboxyl group, a cyano 
^5 group or a carbamoyl group. 

[0115] Preferred cyan dyes for use herein are those represented by the following general formula (C-l): 
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General Formula (C — I ) 
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(X,)a, 




(X,)a, 



(Y,)b, 



25 



30 



[0116] (n general formula (C-l). X^. Xg. X3 and X^each Independently represent an electron-attracting group having 
ap of at least 0 40. . Yg, Y3 and Y4 each independently represent a monovalent substituent. M represents a hydrogen 
atom, a metal element or its oxide, hydroxide or hallde. to a^. and to 64 each indicate the number of the substltuents 
of X. to X4 and Y, to Y4. respectively, a^ to 84 each are Independently an integer of from 0 to 4. and to b4 each are 
Independently an integer of from 0 to 4. However, the sum total of a, to 94 is at least 2. preferably at least 3. Most 
preferably a. = ag = 83 = 84 = 1 . In the case where the dyes are soluble in water, they preferably have an ionic hydrophilic 
substituent in any site of X^. Xg. X3, X4. Y„ Yg. Y3 and Y4. The ionic hydrophilic substituent includes, for example, a 
sulfo group, a carboxyl group, a phosphono group and a quaternary ammonium group. 

[0117] Of the phthalocyanine dyes of formula (C-l), more preferred are those represented by the following general 
formula (C-ll). The phthalocyanine dyes of fomiula (C-ll) used in the invention are described in detail hereinunder. 
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General Formula ( C — 11 ) 
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[0118] In general fonnula (C-ll), X^^ to X^^ each independently represent-SO-2. -SOg-Z, -SOgNR^Rg, a sulfo group. 
-CONR1R2 or -CO^Rv to Yie each Independently represent a monovalent substituenl. M represents a hydrogen 
atom, a metal atom or Its oxide, hydroxide or hallde. a^^ to 3^4 each indicate the number of the substituents of X.. to 
X^4. respectively; and they are independently an integer of 1 or 2. 
5 [0119] 2 independently represents a substituted or unsubstituted alkyi group, a substituted or unsubstituted cycloalkyi 
group, a substituted or unsubstituted alkenyl group, a substituted or unsubstituted aralkyt group a substituted or un- 
substituted aiyl group, or a substituted or unsubstituted heterocyclic group. R, and Rg each Independently represent 
a hydrogen atom, a substituted or unsubstituted alkyI group, a substituted or unsubstituted cycloalkyi group a substi- 
tuted or unsubstituted alkenyl group, a substituted or unsubstituted aralkyi group, a substituted or unsubstituted aryl 
10 group, or a substituted or unsubstituted heterocyclic group. 

[0120] In general formula (C-ll). a^^ to a^^ are independently an integer of 1 or 2. More preferably, 4 < a,- + a.o + 
3^3 + < 6; and even more preferably a^^ = a,2 = ^13 = = 1 . 

[0121] X11. X12. and X^^ may be entirely the same, or may be partly the same. For example. X^^, X^g. X^aand 
Xi4 are all -SOg-Z, in which, however, Z may differ among them. In other words, they may be the substituents of the 
same type but may differ in point of the partial structure. Further, they may include different substituents For example 
they may include different substituents of -SO2-Z and -SOgNR^ Rg at the same time. 

[0122] Especially preferred combinations of the substituents in the phihalocyanlne dyes of fonnula (C-ll) are men- 
tioned below. 

[0123] Preferably. X^^ to X^^ are each independently -SO-Z. -SOg-Z.-SOgNRiRp or -CONR.Ro; more preferably 
-SOg-Z or -SOgNR^Rg; most preferably -SO2-Z. i r- / 

[01 24] Also preferably, Z is independently a substituted or unsubstituted alkyI group, a substituted or unsubstituted 
aryl group, or a substituted or unsubstituted heterocyclic group; most preferably a substituted alkyI group, a substituted 
aryl group or a substituted heterocyclic group. In particular, for increasing the dye solubility and the ink stability it is 
desirable that the substituent has an asymmetric carbon (and the dye is in the form of racemate). For enhancing the 
degree of association of the dye to improve the fastness thereof, it is also desirable that the substituent has any of a 
hydroxyl group, an ether group, an ester group, a cyano group, an amido group or a sulfonamide group. 
[0125] Preferably. R^ and Rg are independently a hydrogen atom, a substituted or unsubstituted alkyI group, a sub- 
stituted or unsubstituted aryl group, or a substituted or unsubstituted heterocyclic group; most preferably a hydrogen 
atom, a substituted alkyI group, a substituted aryl group or a substituted heterocyclic group. However. It is undesirable 
that R^ and R^ are both hydrogen atoms. In particular, for increasing the dye solubility and the ink stability, it is desirable 
that the substituent has an asymmetric carbon (and the dye is in the form of racemate). For enhancing the degree of 
association of the dye to improve the fastness thereof, it is also desirable that the substituent has any of a hydroxyl 
group, an ether group, an ester group, a cyano group, an amido group or a sulfonamkio group, 
[0126] Preferably, Y^^ to Y^g each are a hydrogen atom, a halogen atom, an alkyI group, an aryl group, a cyano 
group, an aikoxy group, an amido group, an ureido group, a sulfonamido group, a carbamoyl group, a sulfamoyi group 
an alkoxycarbonyl group, a carboxyl group, or a sulfo group; more preferably a hydrogen atom, a halogen atom a 
cyano group, a carboxyl group, or a sulfo group; most preferably a hydrogen atom. Also preferably, a., to a., are 
independently 1 or 2. more preferably they are alM . M is a hydrogen atom, a metal element or its oxide, hydroxide or 
halide. and is preferably Cu, Ni, Zn or Al, most preferably Cu. 
40 [0127] In the case where the phthalocyanine dyes of formula (C-l) or (C-ll) are soluble in water, they preferably have 
an ionic hydrophilic group. The ionic hydrophilic group includes, for example, a sulfo group, a carboxyl group a 
phosphono group and a quaternary ammonium group. For the ionic hydrophilic group for the dyes, preferred are a 
carboxyl group, a phosphono group and a sulfo group; and more preferred are a carboxyl group and a sulfo group 
The carboxyl, phosphono and sulfo groups may be in the fonn of salts. Examples of the counter ion to fonn the salts 
are ammonium ions, alkali metal ions (e.g., lithium, sodium and potassium ions), and organic cations (e.g tetrame- 
thylammonium. tetramethylguanldium andtetramethylphosphonium ions). Forthe counter ion, especially preferred are 
alkali melal salts, and more preferred are lithium salts as increasing the dye solubility and enhancing the ink stability. 
[0128] Regarding the number of the ionic hydrophilic groups, it is desirable that the phthalocyanine dye has at least 
two ionic hydrophilic groups in one molecule, more preferably at least two sulfo and/or carboxyl groups. 
[0129] Regarding the preferred combinations of the substituents to be in the compounds of formula (C-ll) it Is de- 
sirable that at least one substituent of the compound falls within the preferred range mentioned hereinabove- more 
preferably a larger number of substituents fall within the preferred range; most preferably all substituents fall witl^in the 
preferred range. 

[0130] Regarding the chemical structure of the phthalocyanine dyes that are preferred for use in the invention. It is 
desirable that at least one electron -attracting group such as a sulfinyl group, a sulfonyl group or a sulfamoyi group is 
introduced into all the four benzene rings of the phthalocyanine skeleton so that the total of op of all these substituents 
in the phthalocyanine skeleton may be at least 1 .6. 

[0131] The phthalocyanine derivatives of formula (C-l) are generally in the fomi of a mixture of analogues thereof in 
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which the position and the number of the substltuents Xn (n = 1 to 4) and Ym (m = 1 to 4) inevitably differ depending 
he method of producing them. In most cases, therefore, the general formula for them is to indicate the stm.s^c 
a erage of the miLre of analogues of the derivatives. Having grouped the mixture of analogues m o three type 
mentioned below, we. the present inventors, have found that a specific type of the mixture .s especially Pre'^r ^d in 
5 tT^e i vention. Specifically, the mixture of phthalocyanine dye analogues of formulae (C-l) f^^' '^J^^^^^^^^^ 

following three types, depending on the position of the substltuents In the analogues, and each type is defined as in 

the following: 

(1 ) p-substltuted type: phthalocyanine dyes having a specif ic substituent at 2- and/or 3-position. 6 and/or 7-posltion. 

10 .10- and/or 11-position. and 14- and/or 1.5-position. .. ^ ^, « 

-• (2) a-substituted type: phthalocyanine dyes having a specific substituent at 1 - and/or 4-posit.on, 5 and/or8-posrtion. 
9- and/or 12-posltion. and 13- and/or 16-position. -.u 
(3) «.p-substituted type: phthalocyanine dyes having a specific substituent at any of 1- to 16-positions with no 

i regularity. 

roi 321 When phthalocyanine dye derivatives of different structures (especially in point of the position of substitution) 
Lrl descried heS they are referred to as any of the above-mentioned, p-substltuted. a-substituted. or a.p-substi- 

loi a^The phthalocyanine derivatives used in the invention may be produced for example. ^^^^^^'^Q Jl^^'^^J^ 
described or referred to in. Phthalocyaninas - Chemistry and Function, by Shirai & Kobayash. (pp. 'PC - and 

Phthalocyanines - Properties and Applications, by C. C. Lenznoff & A. B. P. Lever (pp. 1-54. VCH). or according to 

rofsTre'^Ioc^^^:^^^^^^^^^ Of formula (C-i) used in the invention may be produced, --mple through 
sulfonation. sulfonylchloridation or amidation of unsubstituted phthalocyanine ^°'"P«""'^^- 7° 

25 00/08103. 00/08101 . 98/41853. and JP-A 10-36471. In this case, sulfonation occure at any P^^'^^^f'if /'^J'!^^.*^ 
anine nucleus and the number of the positions for sulfonation is difficult to control. Accordingly, in t^e cas^ where the 
. sulfo group is introduced under the reaction condition of the process, the position and the nurnber of s"»o QrouP^ 
introduced could not be identified, and the process inevitably gives a mixture of analogues that differ position 
and the number of the substltuents. Therefore. In the case where the compounds used m the invention are P~d"ced 

30 from Ihe p^ducts produced according to the process, the number and the position of the heterocyclic subst.tu ed 
sTamoyI groups introduced in the compound cannot be ident^ied. and the compound thus P;;°<^'^^<f;^,^°: "^^iSn o' 
invention shall be in the fomi of a mixture of some a.p-substituted types that differ in the number and the position of 

rot35T''Forex'JSe when a large number of electron-attracting groups such as sulfamoyi groups are introduced 
33 mo the phth J^^anin^ nucleus, the oxidation potential of the resulting dye Is nobler and the ozone resistance thereof 
J^lre incrS as mentioned hereinabove. However, according to the production process mentioned above t s 
neSrethatthepoductscontainphthalocyanine dyes which havefewerelectron-attractinggm^^^^^ 

Lnd of Which the oxidation potential is baser. Accordingly, for improving the ozone [f^'^^^"- ^Jf^^^^ 
to employ a production process in which the production of the compounds having a baser oxidation potential is retarded^ 
40 S On^he other hand, the phthalocyanine compounds of formula (C-ll) used in the — " 

f rom tetrasulfophthalocyanine compounds that are obtained, for example, through reaction of a phthalonrtr le derivative 
co^^ und ^ra^^^^^^^^^ <lerivative (compound Q) with a metal derivative of fomjula ment.orjed 

£3. orthrough reaction of a 4-sulfophthalic acid derivative (compound R) with the metal derivative of fomnula (C-lll). 
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Compound Q Compound R 





SOaNa 



[01 371 in the above formulae, Xp corresponds to X,,. X,^. X,3 or X,^ in formula (CM); Yq and Yq' correspond to any 
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oi Yii. Yi2, Yi3, Yi4, Y^s. Y^g, Y^7 or Y^q in formula (C-ll). 

M - (Y)d (C-lll) 

5 

[0138] In general formula (C-lll), M is the same as that in formula (C-ll); Y represents a monovalent or divalent ligand 
such as a halogen atom, a acetate anion, an acetylacetonate group or an oxygen atom; and d indicates an integer of 
from 1 to 4. 

[0139] According to the production process mentioned above, therefore, it Is possible to introduce a desired number 
^0 of desired substituents into the dyes. In particular, when a large number of electron-attracting groups are desired to 
be introduced into the dyes so that the oxidation potential of the dyes may be noble as In the Invention, the above- 
mentioned production process Is far superior to the production process of producing the compounds of fonnula (C-l). 
[01 40] The phthalocyanine compounds of formula (C-ll) thus obtained are generally in the form of a mixture of com- 
pounds of fonnulae (a)-1 to (a)-4 mentioned below which are isomers in point of the substitution position of Xp therein, 
^5 or that is, in the fomn of the JJ-substlluted type. 
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40 [01411 When Xp's in the starting compounds in the above-mentioned process are all the same, then |3-substituted 
type phthalocyanine dyes are obtained in which X^^. X.^. X13 and X^^ are all the same substituents. On the other hand, 
when starting compounds that differ in point of Xp are combined and used in the process, dyes In which the substituents 
are of the same type but partially differ or dyes having different substituents can be obtained. Of the dyes of formula 
(C-ll). those having different electron-attracting groups are especially preferred as their solubility, associability. and the 

45 storage stability of Ink containing the dye can be controlled. , ^ ^ , 

[01421 We the present inventors, have found that the oxidation potential nobler than 1 .0 V (vs SCE) of the dyes of 
any substitution type is extremely important for improving the fastness of the dyes, and the level of the effect could not 
be anticipated at all from the above-mentioned related art technique. Though the detailed reason is not clear, the dyes 
of the p-substltuted type tend to be superior to the dyes of a.p-substituted type in point of the hue. the light fastness 
, so and the ozone gas resistance thereof. 

[0143] The phthalocyanine dyes of formulae (C-l) and (C-ll) can be produced according to the above-nnentioned 
patent publications, or they may also be produced according to the methods described in Japanese Patent Application 
Nos. 2001-226275. 2001-96610, 2001-47013 and 2001-193638. However, the starting materials, the intermediates 
and the production routes for the dyes are not limited to these. 

55 [0144] The magenta dye and the cyan dye used in the invention are characterized in that their oxidation potential is 
nobler than 0 8V Phthalocyanines that are widely used for cyan dye generally iorm associates, and therefore, even 
when their oxidation potential is low In some degree, it can compensate for their fastness. However, since magenta 
dyes do not fomi associates, it Is desirable that the oxidation potential of magenta dyes is set further nobler as compared 
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with thai of cyan dyes for ensuring high fastness of the dyes. 

[01 45] Preferred examples of the dyes used in the invention are mentioned below, but these are to describe in detail 
the invention and are not intended to restrict the scope of the invention. The parenthesized numeral after each dye is 

the oxidation potential of the dye. 

[0146] First described are specific examples fY-1 to Y-35] of the yellow dye used in the invention. 




(1.17) 



(1.28) 



(1.20) 



I 

(CH2)3S03Na 



1352754A3 I > 



EP 1 352 754 A2 



5 



10 



15 



25 




(1.27) 



30 



35 



40 



45 



55 



19 



BNSDOCID: <EP 1352754A2_L> 



EP 1 352 754 A2 



Compounc 
No. 




r2 


Oxidation 
Potential (V) 


Y-5 


O 

0 


0 

0 


1.37 


Y-6 


-NH(CH2)2S03Li 


-NH(CH2)2S03Li 


1.34 


Y-7 


KO3S 

^SOgK 


KO3S 

^SOgK 
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Y-8 


— N-^^^>— SOsNa 


/CONa 

^90 Na 
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1.36 


Y-9 


-NH(CH2)2S03Li 
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1.35 
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Y-n R = — 
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^S(CH2)2S03Na 

N- 



Y-15 R = — Ph (1. 16) 
SOgNa Y-16 R = — OC2H5 (1.16) 



NaOsS 




N-N 

N=N-Ar Ar=-^>-CH3 (1.14) 



S 



N-N 

Y-18 Ar=^J-H (1:20) 

S 




Y-19 Ar > (1.05) 

s 

Y-20 Ar = C (1.09) 

S 

^CN 

Y-21 Ar = — ^ J^CN (1.00) 

N 
H 

N-N 

Y-22 Ar = — < >-SCH3 (1.00) 

N 
H 



Y-23 PCHg HgCq 



N=N-<^^NHCNH-^>-N=N-<Q 



Na03s' ^ SOaNa 
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Y-30 R = — CON(C4H9)2 (1.20) 
Y-31 R=— COaCsHu (1.21) 
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[0147] Next described are specific examples [M-1 to M-26] of tiie magenta dye used in the invention. 
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M-25 




1— ^^H-C8Hi7(n) 
C8Hi7(n) 



(1.35) 
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N-N 



H3Q pN 




C.H.S'^^N=M^Q^-O^C.H,^n, ^^^^^ 

8Hi7(n) 




1 

[0148] Further described are specific examples [C-1 to C-50] of the cyan dye used in the invention. 
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ComDound 
No. 


M 


X (<J ) 




Oxidation 
Potential (V) 
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NHCO — (( )) 
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Potential (V) 
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Compound 
No. 
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Oxidation 
Potential (V) 


" C-49 


-(CH2)3S03K 


-NH(CH2)2S03K 


(0.65) 


3 : 1 


1.29 


C-50 


-(CH2)3S03K 


-NH(CH2)2S03K 
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[0149] In addition to the above, other examples of the compounds also usable in the invention are described in 
Japanese Patent Appliciatlon Nos. 2001-96610, 2001-24352. 2001-47013, 2001-57063. 2001-76689, 2001-193638, 
2001-15614, 2001-110467, and 2001-110335, to which, however, the Invention Is not limited. The compounds men- 
tioned hereinabove may be readily produced according to the methods described in the patent publications referred 
to herein. 

(Ink composition for Inkjet recording) 

[0150J. The Inkjet recording ink set used In the invention comprises, as minimum constituent elements thereof, a 
yellow ink that contains at least one yellow dye, a magenta ink that contains at least one niagenta dye and a cyan ink 
that contains at least one cyan dye. For the dye In each ink, employable is any of the above-mentioned various dyes. 
In general, the inkmay be prepared by dissolving and/or dispersing the dye in anoleophilic medium or aqueous medium. 
Preferably, an aqueous mediunri" is used for it. .1 ■ ' 

[0151] If desired, any other additive may be added to the ink set, not detracting from the effect of the invention. The 
additive may be any known one, including, for example, drying inhibitor (moisturizer), fading inhibitor, emulsion stabi- 
lizer, penetration promoter, UV absorbent, preservative, antifungal agent, pH-controlling agent, surface tens ion -con- 
trolling agent, defoaming agent, viscosity-controlling agent, dispersant. dispersion stabilizer, rust inhibitor, chelating 
agent, etc! These additives may be directly added to aqueous Inks. On the other hand, when oily dyes are used in the 
form of their dispersiori. the additives are generally added to the dye dispersions. As the. case may be, however, the 
additives may be added to the oily phase or the aqueous phase while the dye dispersions are prepared. 
[0152] The drying inhibitor Is favorably used for preventing the Inkjet ink from drying at the Inkjet nozzle orifice used 
for Inkjet recording and for preventing the nozzle from being clogged. 

[0153] For the drying inhibitor, prefen-ed is a water-soluble organic solvent having a lower vapor pressure than water. 
Its concrete examples are polyalcohols such as typically ethylene glycol, propylene glycol, diethylene glycol, polyeth- 
ylene glycol, thiodlglycol, dlthlodlglycoI,2-methyl-1 .3-propanediol, 1 ,2,6-hexanetriol. acetylene glycol derivatives, glyc- 
erin, trlmethylolpropane; polyalcohol lower alkyi ethers such as ethylene glycol monomethyl (or ethyl) ether, diethylene 
glycol monomethyl (or ethyl) ether, triethylene glycol monoethyl (or butyl) ether; heterocyclic compounds such as 2-pyr- 
rolidone, N-methyl-2-pyrrolidone, 1 ,3-dimethyl-2-imida2olidine, N-ethylmorpholine; sulfur-containing compounds such 
as sulforane, dimethyl sulfoxide, 3i-sulforene: polyfunctional compounds such as diacetone alcohol, diethanolamine; 
and urea derivatives. Of those, more preferred are polyalcohols such as glycerin and diethylene glycol. One or more 
of these drying inhibitors may be used either singly or as combined. Preferably, the drying inhibitor content of the ink 
is from 10 to 50 % by weight. 

[0154] The penetration promoter is favorably used for promoting the penetration of the Inkjet ink into paper. For the 
penetration promoter, for example, herein usable are alcohols such as ethanol, Isopropanol, butanol, di(tri)ethylene 
glycol monobutyl ether, 1 ,2-hexanedlol; sodium laurylsulfate, sodium oleate and nonlonic surfactants. In general, the 
penetration promoter is effective enough when its amount in the ink is from 5 to 30 % by weight. However, its amount 
is preferably so controlled that the ink does not cause bleeding and print-through. 

[0155] The UV absorbent is for improving the image stability. For the UV absorbent, herein usable are benzotriazole 
compounds as in JP-A 58-185677, 61-190537, 2-782. 5-197075. 9-34057; benzophenone compounds as in JP-A 
46-2784.5-194483, and USP 3,214,463; cinnamate compounds as in JP-B 48-30492, 56-21141 , and JP-A 10-88106; 
triazlne compounds as in JP^ 4-298503, 8-53427, 8-239368. 1 0- 1 82621 . and JP-T 8-501 291 (the term "JP-T" as used 
herein means a published Japanese translation of a PCT patent application); compounds as in Research Disclosure 
No. 24239; and other compounds capable of absorbing UV rays to emit fluorescence, or that is, fluorescent brighteners 
such as typically stilbene compounds and benzoxazole compounds. 

[0156] The fading inhibitor is for improving the image stability. For it, herein usable are various organic or metal 
complex-type fading inhibitors. The organic fading inhibitors include hydroquinones, alkoxyphenols, dialkoxyphenols, 
phenols, anilines, amines, indanes, chromans, alkoxyanilines, and heterocyclic compounds; and the metal complexes 
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include nickel complexes and zinc complexes. More concretely, herein usable are the compounds described in the 
patent publications that are referred to in Research Disclosure No. 1 7643. Items Vll-I to J. No. 151 62. No. 1 871 6. page 
650, left column. No. 36544. page 527. No. 307105, page 872. and No. 15162. as well as the compounds that falls 
within the range of the general formula to indicate the typical compounds and the examples of thecornpounds described 
5 in pp. 127-137 of JP-A 62-215272. i.. . ..thwi 

[01 571 The antifungal agent includes sodium dehydroacetate, sodium benzoate, sodium pyndinethione-1 -oxide, etnyi 
p-hydroxybenzoate. 1 .2-ben2isothiazolin-3-one and its salts. Preferably, its amount in the ink Is from 0.02 to 1 .00 k 

roi581^*'Forthe pH-controlling agent, usable are neutralizing agents (organic bases, inorganic alkalis). The pH-con- 

10 trolling agent is for improving the storage stability of the Inkjet ink. and this is added to the Inkjet ink so that the ink may 
haveapHofpreferablyfromStolO, more preferably from 7 to 10. „ , ui fh= 

[0159] For the surface tension-controlling agent, usable are nonionic. cationic or anionic surfactants. Preferably the 
surface tension of the Inkjet ink used in the Invention is from 25 and 70 mPa-s, more preferably from 25 to 60 mN/m^ 
Also preferably, the viscosity of the Inkjet ink used in the invention is at most 30 mPa s. More preferably, it is controlled 

15 to be at most 20 mPa s. Preferred examples of the surfactants are anionic surfactants such as salts of fatty acids, salts 
of alkylsulfates. salts of alkylbenenesulfonates. salts of alkylnaphthalenesulfohates. salts of dialkylsulfosuccinates 
salts of alkylphosphates, naphthalenesulfonic acld-fomialln condensates, salts of polyoxyethylene-alkylsulfates; and 
nonionic surfactants such as polyoxyethylene alky) ethers, polyoxyethylene alkylaryl ethers, polyoxyethylene fatty acid 
esters, sorbilan fatty acid esters, polyoxyethylene sorbilan fatty acid esters, polyoxyethylene alkylamines glycerin fatly 

20 acid esters, oxyethylene-oxypropylene block copolymers. Also preferred are SURFYNOLS (Air Products & Chemicals), 
acetylene-type polyoxyethylene oxide surfactants. Still preferred are amine-bxide type ampholytic surfactants such as 
N.N-dimethyl-N-alkylamine oxides. Also usable are the surfactants described in JP-A 59-157636. pp. 37-38. and Re- 
search Disclosure No. 308119 (1989). . 
[0160] : For the def paming agent, optionally used herein Is any of fluorine-containing compounds, silicone compounds 

2s and chelating agents such as typically EDTA. , ,^ . ^. ^- ^ ^^Ah^rr. 

[01611 In the case where the dye used In the invention Is soluble in oil. it may be dispersed in an aqueous medium, 
preferably as follows: colorant particles that contain the dye and an oil-soluble polymer are dispersed In an aqueous 
medium, as in JP-A 11-286637. 2001-240763. 2001-262039. 2001-247788; or the dye of the P-l^^^^^ '"^^"f " 'J'^- 
solved in a high-boiling-point organic solvent and then dispersed in an aqueous medium, as in JP^ 2001-262018 

30 2001 -240763 2001-335734 or In Japanese Patent Application No. 2000-203857. Regarding the concrete method, and 
the oil-soluble polymer, the high-boiling-point organic solvent, the additive and their amounts to be used in the process 
of dispersing the dye of the present invention in an aqueous medium, referred to are those descnbed in the above- 
mentioned patent publications. If desired, the dye may be directly dispersed in solid particles. In this stage, a d-spersant 
or a surfactant may be used. The dispersing apparatus may be any of simple stin-ers. impeller-assisted stirrers, in-line 

35 stirrers, mills (e.g.. colloid mills, ball mills, sand mills, attritors, roll mills, agitator mills), uttrasonfc stirrers, and high- 
pressure emulsifying dispersers (high-pressure homogenizers, such as commerdally-avaiteble Gaulin homogenizen 
microfluidizer. DeBEE2000). The method of preparing the Inkjet recording ink is described in ^e^" "J 
5-148436 5-295312, 7-97541 , 7-82515. 7-118584. 11-286637 and Japanese Patent Application No. 2000-87539. in 
addition to the above-mentioned patent publications, and the descriptions in these may apply to the preparation of 

40 Inkjet recording ink in the invention. ^ .u„. ^^„*oi„e « 

[0162] The aqueous medium comprises water as the essential ingredient, and it may be a mixture that con ains a 
water-miscible organic solvent. Examples of the water-miscible organfe solvent are alcohols (e.g.. methano . ethano . 
propanol. isopropanol. butanol, Isobutanol. sec-butanol. t-butanol. pentanol. hexanol. cyclohexanol, benzyl alcohol), 
polyalcohols (e.g.. ethylene glycol, diethylene glycol, triethylene glycol, polyethylene glycol, propylene glyco . dipro- 

45 pyiene glycol, polypropylene glycol, butylene glycol, hexanediol, pentanedlol. glycerin, hexanetriol. thiodiglycol) glycol 
derivatives (e g.. ethylene glycol monomethyl ether, ethylene glycol monoethyl ether, ethylene glycol monobutyl ether, 
diethylene glycol monomethyl ether, diethylene glycol monobutyl ether, propylene glycol monomethyl ether propylene 
glycol monobutyl ether, dipropylene glycol monomethyl ether, triethylene glycol monomethyl ether, ethylene glyco 
diacetate. ethylene glycol monomethyl ether acetate, triethylene glycol monomethyl ether, triethylene glycol monoethyl 
- so ether, ethylene glycol monophenyl ether), amines (e.g.. ethanolamine. diethanolamlne. triethanolamine. N-methyldi- 
ethanolamine. N-ethyldiethanolamine. morpholine. N-ethylmorpholine. ethylenedlamine. diethylenetrianTine triethyl- 
enetetramino.polyethylenlmine.tetramethylpropylenediamine).andotherpolarsolvents(e.g..formamide.N,N-dimeth^^ 

ylformamide. N.N-dimethylacetamide. dimethylsulfoxide. sulforane. 2-pyrrolidone. N-methyl-2-pyrrolidone. N-vmyl- 
2-pyrrolidone, 2-oxazolidone. 1 ,3-dimethyl-2-lmidazolidinone. acetonitrile. acetone). Two or more of the above-men- 
55 tioned water-miscible organic solvents may be used as combined. 

[0163] Preferably, the dye content of the ink for the Ink set used In the Invention is from 0.1 to 20 parts by weight per 
100 parts by weight of the ink. In each ink of yellow, magenta and cyan, two or more different types of dyes may be 
combined so far as the oxidation potential of the combination is nobler than 0.8 V. In the case where two or more 
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different types of dyes are combined, it is desirable that the annount of all the dyes combined falls within the defined 
range as above. 

[0164] In the recent imaging technology, two or more inks that have different dye concentrations are combined for 
each of yellow, magenta and cyan inks to obtain high-quality images. In the invention, it is desirable that all the dyes 
s in such thick and thin inks have an oxidation potential nobler than 0.8 V. 

[0165] In the case where two or different types of inks are used for the same color in the invention, it is desirable 
that the ink concentration of one ink Is from 0.05 to 0.5 times that of the other ink. 

[0166] The ink set in the invention is for forming full-color Images. For further toning the images, black ink may be 
additionally used in the ink set. The black colorant usable in it includes disazo dyes, trisazo dyes, tetrazo dyes, and 
10 carbon black dispersion. 

<lnkjet recording sheet> 

[0167] The Inkjet recording sheet used in the Invention has at least a colorant-receiving layer on a support, and the 
15 colorant-receiving layer contains at least one inorganic mordant. 

[0168] The inorganic mordant includes polyvalent water-soluble metal salt and hydrophobic metal salt compounds. 
[0169] Examples of the inorganic mordant are salts and complexes with a metal selected from magnesium, alumin- 
ium, calcium, scandium, titanium, vanadium, manganese, iron, nickel, copper, zinc, gallium, germanium, strontium, 
yttrium, zirconium, molybdenum, indium, barium, lanthanum, cerium, praseodymium, neodymium, samarium, euro- 

20 pium, gadolinium, dysprosium, erbium, ytterbium, hafnium, tungsten and bismuth. 

[01 70] Concretely, for example, they are calcium acetate, calcium chloride, calcium fonnate, calcium sulfate, barium 
acetate, barium sulfate, barium phosphate, manganese chloride, manganese acetate, manganese formate dihydrate, 
manganese ammonium sulfate hexahydrate, cupric chloride, copper(il)ammonium chloride dihydrate, copper sulfate, 
cobalt chloride, cobalt thiocyanate, cobalt sulfate, nickel sulfate hexahydrate, nickel chloride hexahydrate; nickel ace- 

2s tate tetrahydrate, nickel ammonium sulfate hexahydrate, nickel amidosulfate tetrahydrate, aluminium sulfate, alumin- 
ium alum, aluminium chloro hydrate, aluminium sulfite, aluminium thiosulfate, aluminium sesqukjhioro hydrate, alumin- 
ium nitrate 9-hydrate, aluminium chloride hexahydrate, basic aluminium lactate, ferrous bromide, ferrous chloride, ferric 
chloride, ferrous sulfate, ferric sulfate, zinc phenolsulfonate, zinc bromide, zinc chloride, zinc nitrate hexahydrate, zinc 
sulfate, titanium tetrachloride, tetraisopropyl titanate. titanium acetyl aceton ate, titanium lactate, zirconium acetylacet- 

30 onate, zirconyl acetate, zirconyl sulfate, ammonium zirconium carbonate, zirconyl lactate, zirconyl succinate, zirconyl 
oxalate, zirconyl stearate, zirconyl octylate. zirconyl nitrate, ammonium zirconium acetate, potassium zirconium car- 
bonate., sodium zirconium lactate, basic zirconium glycinate, basic aluminium sulfate, basic aluminium nitrate, basic 
aluminium sulfamate, basic aluminium formate, basic aluminium acetate, basic aluminium glycinate, zirconium oxy- 
chlohde, zirconium hydroxychloride, chromium acetate, chromium sulfate, magnesium sulfate, magnesium chloride 

35 hexahydrate, magnesium citrate 9-hydrate. sodium phosphotungstate. sodium tungsten citrate, 12-tungstophosphoric 
acid n-hydrate, 12>tungstosilicic acid 26-hyd rate, molybdenum chloride. 12-molybdophosphoricacld n-hydrate, gallium 
nitrate, germanium nitrate, strontium nitrate, yttrium acetate, yttrium chloride, yttrium nitrate, indium nitrate, lanthanum 
nitrate, lanthanum chloride, lanthanum acetate, lanthanum benzoate, cerium chloride, cerium sulfate, cerium octylate, 
praseodymium nitrate, neodymium nitrate, samarium nitrate, europium nitrate, gadolinium nitrate, dysprosium nitrate, 

40 erbium nitrate, ytterbium nitrate, hafnium chloride, bismuth nitrate, etc. 

[0171] For the inorganic mordant used in the invention, preferred are aluminium-containing compounds, titanium- 
containing compounds, zirconium-containing compounds, and metal compounds (salts or complexes) of the Group 
IIIB series of the Periodic Table of Elements. 

[0172] Especially preferred are aluminium-containing compounds and zirconium-containing compounds. 
45 [0173] More preferred are water-soluble aluminium compounds (e.g., aluminium sulfate, aluminium alum, aluminium 
chloro hydrate, aluminium sulfite, aluminium thiosulfate, aluminium sesquichloro hydrate, aluminium nitrate 9-hydrate, 
aluminium chloride hexahydrate), and water-soluble zirconium compounds (e.g., zirconyl acetate, zirconyl sulfate, zir- 
conium ammonium carbonate, zirconyl nitrate, zirconium oxychloride, zirconium hydroxychloride). Even more preferred 
is aluminium chloro hydrate. 

50 [01 74] One or more of these Inorganic mordants may be used either singly or as combined. When used as combined, 
it is preferred to include at least an aluminium-containing compound or a zirconium-containing compound. It is more 
preferred to use an aluminium-containing compound and a zirconium-containing compound as combined. 
[0175] The amount of the mordant to be in the ink-receiving layer in the invention is preferably from 0.01 g/m^ to 5 
g/m2, more preferably from 0.1 g/m2 to 3 g/m^. 

55 [0176] Preferably, the Inkjet recording sheet used in the invention contains a water-soluble resin. 
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(Water-soluble resin) 

[0177] The water-soluble resin includes, for example, polyvinyl alcohol resins In which the hydroxyl groups are hy- 
drophillc structural units [e.g.. polyvinyl alcohol (PVA). acetoacetyl-nnodified polyvinyl alcohol, cation-modified polyvinyl 

5 alcohol, anion-modified polyvinyl alcohol, silanol-modrfied polyvinyl alcohol polyvinylacetal], cellulose resins [methyl 
cellulose (MC), ethyl cellulose (EC), hydroxyethyl cellulose (HEC), carboxymethyl cellulose (CMC), hydroxypropyl cel- 
lulose (HPC), hydroxyethyimethyl cellulose, hydroxypropylmethyl cellulose], chitins, chitosans, starches, ether bond- 
having resins [polyethylene oxide (PEO), polypropylene oxide (PPO), polyethylene glycol (PEG), polyvinyl ether (PVE)]. 
and carbamoyl group-having resins [polyacrylamide (PAAM), polyvinylpyrrolidone (PVP), polyacryllc hydrazide]. 

10 [0178] It further includes polyacrylic acid salts in which the carboxyl group is a dissociable group, maleic acid resins, 
alginic acid salts, and gelatins. 

[0179] Of the above, especially preferred are polyvinyl alcohol resins. Examples of polyvinyl alcohol usable herein 
are described In JP-B 4-52786, 5-67432, 7-29479; Japanese Patent No. 2,537.827; JP-B 7-57553; Japanese Patent 
Nos. 2,502,998, 3, 053, 231 ; JP-A 63-1761 73; Japanese Patent No. 2,604,367; JP-A 7-276787, 9-207425. 11-58941 , 
15 2000-135858, 2001-205924, 2001-287444, 62-278080, 9-39373; Japanese Patent No. 2,750,433; and JP-A 
2000-1 58801 , 2001 -21 3045. 2001 -328345. 8-3241 05, 1 1 -34841 7, 58-1 81 687, 1 0-25921 3, 2001 -7271 1 , 2002-1 03805. 
2000-63427. 2002-308928. 2001 -20591 9, and 2002-264489. 

[0180] Examples of other water-soluble resins than polyvinyl alcohol resins that are also usable herein are the com- 
pounds described in JP-A 2001-205919, 2002-264489, and paragraphs [0011] to [0014] of JP-A 11-165461 . 
20 [0181] One or more of these water-soluble resins may be used herein either singly or as combined. 

[0182] The water-soluble resin content of the colorant-receiving layer in the Invention is preferably from 9 to 40 % 
by weight, more preferably from 12 to 33 % by weight of the total solid content of the layer 
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[0183] Preferably, the colorant-receiving layer of the Inkjet recording sheet used in the invention contains particles. 
More preferably, the particles are combined with the above-mentioned water-soluble resin in the layer. 
[01 84] Containing particles, the colorant-receiving layer may have a porous structure, and its ink absorbability thereby 
increases. In particular, when the solid content of the particles in the colorant-receiving layer is at least 50 % by weight, 
30 more preferably at least 60 % by weight, then the layer may have a better porous structure and the Inkjet recording 
sheet may have good ink absorbability. The solid content of the particles In the colorant-receiving layer is obtained 
through calculation on the basis of the components except water that constitute the composition of the colorant-receiv- 
ing layer. 

[0185] The particles in the invention may be any of organic particles and inorganic particles. In view of the ink ab- 
35 sprbability and the image stability thereof, the sheet preferably contains inorganic particles. 

[0,186] The organic particles are preferably polymer particles that are obtained, for example, through emulsion po- 
lymerization, microemulsion polymerization, soap-free polymerization, seed polymerization, dispersion polymerization 
or suspension polymerization. They are powdery, latex or emulsion polymer particles of, for example, polyethylene, 
polypropylene, polystyrene, polyacrylate, polyamlde, silicone resin, phenolic resin or natural polymers. 
40 [0187] The inorganic particles are, for example, silica particles, colloidal silica, titanium dioxide, barium sulfate, cal- 
cium silicate, zeolite, kaolinite, halloysite, mica, talc, calcium carbonate, magnesium carbonate, calcium sulfate, pseu- 
do-boehmite, zinc oxide, zinc hydroxide, alumina, aluminium silicate, calcium silicate, magnesium silicate, zirconium 
oxide, zirconium hydroxide, cerium oxide, lanthanum oxide and yttrium oxide. Of those, preferred are silica particles, 
colloidal silica, alumina particles and pseudo-boehmite, as they form better porous structures. When used herein, the 
45 particles may be primary particles directly as they are, or they may form secondary particles. Preferably, the particles 
have an average primary particle diameter of at most 2 |im, more preferably at most 200 nm. 

[0188] More preferred for use in the invention are silica particles having an average primary particle diameter of at 
most 30 nm, colloidal silica having an average primary particle diameter of at most 30 nm, alumina particles having an 
average primary particle diameter of at most 20 nm, or pseudo-boehmite having a mean pore radius of from 2 to 15 
, 50 nm; and even more preferred are such silica particles, alumina particles or pseudo-boehmite. 

[0189] Generally depending on their production method, silica particles are grouped into two types, wet-process 
particles and dry-process (fumed) particles. In the wet process, active silica is formed through acidolysis of silicates, 
and this is polymerized to a suitable degree and flocculated to obtain hydrous silica. This is the mainstream of the 
process. On the other hand, a vapor-phase process includes two types; one comprises high -temperature vapor-phase 
55 hydrolysis of silicon halide to obtain anhydrous silica (flame hydrolysis), and the other comprises themial reduction 
vaporization of silica sand and coke in an electric furnace followed by oxidizing it in air to also obtain anhydrous silica 
(arc process). These two are the main stream of the vapor-phase process. The "fumed silica" means to indicate an- 
hydrous silica particles obtained in the vapor-phase process. For the silica particles used in the invention, especially 
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preferred are the fumed silica particles. 

[0190] The fumed silica differs from hydrous silica in point of the density of the surface silanol group and of the 
presence or absence of pores therein, and the two different types of silica have different properties. The fumed silica 
is suitable for forming a three-dimensional structure of high porosity. Though not clean the reason may be because 
5 the silanol group density in the surfaces of the particles of hydrous silica is high, concretely from 5 to 8/nm^, and the 
silica particles may readily densely aggregate, while, on the other hand, the silanol group density in the surfaces of 
the fumed silica particles is low, concretely from 2 to S/nm^, and the particles sparsely flocculate, therefore forming a 
structure of high porosity. 

[0191] Since the fumed silica has an especially large specific surface area, its ink absorption and retention is high. 
^0 In addition, since its refractive index Is large, the colorant-receiving layer that contains It can be kept transparent so 
far as the silica particles are dispersed to fall within a suitable particle size range, and the layer may form good color 
images of high color density. The transparency of the colprant-receiving layer is a matter of Importance not only for 
OHP sheets that require transparency but also for other recording sheets such as photographic glossy paper, for 
forming good color images of high color density and glossiness. 

[0192] Preferably, the fumed silica has an average primary particle diameter of at most 30 nm, more preferably at 
most 20 nm, even more preferably at most 1 0 nm, most preferably from 3 to 1 0 nm. The fumed silica particles readily 
aggregate through hydrogen bonding at the silanol groups therein. Therefore, when their mean primary particle size 
Is not larger than 30 nm, the silica particles may form a structure of high porosity, and effectively increase the Ink 
absorbabilily of the layer containing them. 
20 [0193] If desired, the silica particles may be combined with any other particles mentioned above. In the case where 
the fumed silica is combined with any other particles, the ratio of the fumed silica is preferably at least 30 % by weight, 
more preferably at least 50 % by weight of all the particles to be in the layer. 

[0194] For the inorganic particles used in the invention, also preferred are alumina particles, alumina hydrate and 
their mixtures or composites. Of those, alumina hydrate is preferred as It well absorbs and fixes ink, and pseudo- 
25 boehmite (Al203 nH20) is more preferred. The alumina hydrate of any morphology may be used herein, but boehmite 
sol is more preferred as it readily forms a smooth layer. 

[0195] Regarding the microstructure of pseudo-boehmite for use herein, the mean pore radius thereof Is preferably 
from 1 to 30 nm, more preferably from 2 to 15 nm. Also preferably, the pore volume thereof Is from 0.3 to 2.0 cc/g, 
more preferably from 0.5 to 1 .5 cc/g. The pore radius and the pore volume are measured through nitrogen adsorption/ 
30 desorption, using, for example, a gas adsorption/desorption analyzer (e.g.. Coulter's trade name, OMNISORP 369). 
[0196] In particular, fumed alumina particles are especially preferred for use herein as their specific surface area is 
large. Also preferably, the fumed alumina particles have an average primary particle diameter of at most 30 nm. more 
preferably at most 20 nm. 

[0197] In the case where the particles mentioned above are used in the Inkjet recording sheet In the invention, for 
35 example, the embodiments disclosed in JP-A 10-81064, 10-119423, 10-157277, 10-217601 , 11-348409,2001-138621. 
2000-43401. 2000-211235, 2000-309157, 2001-96897. 2001-138627, 11-91242, 8-2087. 8-2090, 8-2091, 8-2093. 
8-174992, 11-192777 and 2001-301314 are preferably employed. 

[0198] The above-mentioned water-soluble resin that is the essential ingredient of the colorant-receiving layer in the 
invention may be the same as the material of the particles to be in the layer, or altematively. a mixed system of different 

40 materials may be used in forming the layer 

[0199] For making the colorant-receiving layer transparent, the type of the water-soluble resin to be combined with 
the particles, especially the silica particles in the layer is a matter of importance. In the case where the above-mentioned, 
fumed silica is used for the particles, the water-soluble resin to form the layer is preferably polyvinyl alcohol resin, more 
preferably polyvinyl alcohol resin having a degree of saponification of from 70 to 1 00 %, even more preferably from 80 

45 to 99.5 %. 

[0200] The above-mentioned polyvinyl alcohol resin has a hydroxyl group in its structural units, and the hydroxyl 
group therein forms a hydrogen bond with the silanol group in the surfaces of the silica particles, therefore facililaling 
the formation of a three-dimensional network structure of the chain units of secondary silica particles. It is believed 
that the three-dimensional network structure thus formed will make the colorant-receiving layer have a porous structure 
so of high porosity. 

[0201] During inkjet recording, the porous colorant-receiving layer thus formed in the manner as above rapidly ab- 
sorbs ink through the capillaries therein, and forms ink dots of good circularity with no bleeding. 
[0202] The polyvinyl alcohol resin may be combined with any other water-soluble resin. In the case where the poly- 
vinyl alcohol resin is combined with some additional water-soluble resin, the polyvinyl alcohol resin content is preferably 
55 at least 50 % by weight, more preferably at least 70 % by weight of all the combined water-soluble resin. 
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(Content ratio of particles to water-soluble resin) 

r02031 The content ratio by weight of the particles (x) to the water-soluble resin (y). PB ratio x/y, has some significant 
on thH^ stru^^^^ and the film strength of the colorant-receiving layer. Concretely, if the con ent ratio by 
wethrPrrZrJarge. the porostty. the pore volume and the surface area (per the unrt weight) of the layer are all 
hiqh but the density and the strength thereof tend to decrease. . ^. r>o ' / „,^wohi» f mm 

[0204] in the colorant-receiving layer in the invention, the content ratio by weight. PB ratK, x/y. *f P'^J;'"^^ 

5/10 10/1 for the following reasons: if the PB ratio is too large, the film strength of he '^V^; ^^^.^^^^^^^^^^^ 
readilv cracks in drv but if too small, the resin will fill up the pores in the layer to lower the layer porosity and the mk 
LbsoS onhe^r^^^ be the;eby lowered. To evade the problems, the PB ratio is preferably wth.n the range 

Saosrwhile running through the conveyor system in an Inkjet printer, the recording sheet may receiye^tress. and 
tSreTe strngth'of its colorant-receiving layer must be high. In addWon. when the ^^eet is cut, rts colorant 
receiving layer should not crack or peel, and therefore the strength of the layer must be high. Takmg these into con 
l^deSTe r^o by weight, x/y. is preferably at most 5/1 . In order that the layer has the ab.hty to rapidly absorb .nk 

roef ';:::^^^:7ZS^^Si^ -mpletely dispersing the fumed silica particles having an 
Lverage pirn, S^rd^meter of at most 20 nm and the water-soluble resin In an aqueous solution ,n a ratio, x/y^ 
brXt on'l il 10 5/1 is applied onto a support and dried thereon, then a three-dimensional network structure 
o?tL chlin unitT of secondary siHca particles is fomied and a transparent porous film having a mean pore s«e of a 
1st 30 nm. a Sorosity of from 50 % to 80 %. a relative pore volume of at least 0.5 m.g and a specrfic surface area of 
at least 1 00 m^/g is readily formed. r : . 

(Crosslinking agent) 

[0207] The colorant-receiving layer in the Inkjet recording sheet in the invention is a coating layer t^at contain the 
above-ment^ned water-soluble resin, and it is desirable that the layer further contains a '=^°^^""'<'"9 .^S^^^^^f 
of c^ossTiS the water-soluble resin therein. More preferably, the layer contains both the above-rnerjt.oned particles 
?nd the abTvti^^^ water-soluble resin, and it is cured through crosslinking of the water-soluble res.n with the 

^ZZ:^Z::::^^S:^^ss^... the water-so^ble resin, e^ecially PO-VV^Vl a.co-1 in t^^^ 
ayer The boron compound includes, for example, borax, boric acids, borates (^ S-- -^rthoborates InBOa. SCBO3 Yg^ 
LaB03. Mg3(B03).. 603(603).). diborates (e.g.. MSaB^Os. Co,B,0,h metaborates (e^g UBO,.^^^^^^^ 
KRO \ tetraborates (e a NaoB.O^-IOHoO). pentaborates (e.g.. KB508-4H20. CagBeOn /HzO. CSB5U5). adovb d.i. 
bS boTaddt^^^^^^ areVefermi as they rapidly start crosslinking reaction, and boric acids are more pre- 



lo2091 The following compounds except boron compounds may also be used as the crosslinking agent for the water- 

raii of 'nir example they are aldehyde compounds such as fomnaldehyde. glyoxal. glutaraldehyde; ketone com- 
Ssuch as SStr^^^^^ active halogen compounds such as bis(2-chloroethylurea)-2-hydroxy- 

^6 Sichroro 1 3 5-Se 1 4-dichloro-6-S-triazine sodium salt; active vinyl compounds such as div.nylsulfonic acid. 
^i^Zlny^-^l7noT. N.N--ethylenebis(vinylsulfonylacetamide). 1 .3.5:trtacryloyl-hexahydro^S- ri^^^^^ 
metZl comp^ un.^ such as dimethylolurea. methyloldimethylhydantoin ; melamine resins such as 
SSei metKylolmelamme: epoxy resins; isocyanate compounds such as ' -^'^^J^^^'l^^;;^^^^^ 

^ I icD Q ni7 oRCi ? QR'? 611- carbox m de compounds descnbea in Ubr J.iuu./u**, epuAy 

LtcTa eroft'gS^^^ 
r^ hraenocarbo^^^^^^^^^^ such as mucochloric acid, mucophenoxychloric acid; dioxane compounds 

s^t^^asls^C^^^So^^^^ metal-containing compounds such as titanium lactate, aluminium sulfate chromium 
alum DOteiium alum zircony acetate, chromium acetate; polyamine compounds such as tetraethylpentamine; hy- 
iridecomp^^^ 

?M??] ■ One or more of the above-mentioned crosslinking agents may be used herein either singly or as combined 
S« PreferaWy.The colorant-receiving layer is crosslinked and cured in the manner as follows: a ba^c^^'"^ °n 
hav nqpHofaTleas 7.1 (hereinafter referred to as "coating liquid B") is applied onto the coating layer, with a crosshnta^^ 
aZt bi^.g ^^^^^^^ to the coating liquid that contains particles and a water-soluble resin (hereinafter referred to as 
?oat ng liquid A") and/or to the basfc solution, erther (1 ) at the same time that the coating liquid A 'S «PP''ed onto the 
/unnort to fol the ^at layer or (2) In the course of drying the coating layer fomned by applying the coating liquid 
aTo t e support b^fo^^ exhtoits a falling rate of doling. The pH of the basic solution ,s preferably 
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at least 7.5 and more preferably at least 8. 

[0213] One preferred embodiment of using a boron compound for the crosslinking agent Is described. In the case 
where the colorant-receiving layer Is formed by crosslinking and curing a coating layer fomned of the coating liquid A 
that contains particles and a water-soluble resin such as polyvinyl alcohol, the basic solution, coating liquid B having 
pH of at least 7.1 is applied to the coating layer either (1 ) at the same time that the coating liquid A is applied onto the 
support to form the coating layer or (2) In the course of drying the coating layer formed by applying the coating liquid 
A onto the support before the coating layer exhibits a falling rate of drying, and the coating layer is crosisllhked and 
cured to be the colorant- receiving layer. The boron compound for the crosslinking agent may be in any of the coating 
liquid A or the coating liquid B, or may be in both the two. The pH of the basic solution is preferably at least 7.5 and 
more preferably at least 8. 

[0214] The amount of the crosslinking agent to be used is preferably from 1 to 50 % by weight, more preferably from 
5 to 40 % by weight of the water-soluble resin in the layer. 

(Mordant) 

•J 

[021 5] In the colorant-receiving layer in the invention, the Inorganic mordant may be combined with an organic mor- 
dant for improving the waterproofness and the bleeding resistance In storage of the Images formed therein: 
[021 6] The organic mordant is preferably a cationic polymer (catlonic mordant) . The mordant in the colorant-receiving 
layer interacts with the colorant, anionic dye In liquid ink and stabilizes the colorant, and therefore improves the wa- 
terproofness and the bleeding resistance in storage of the formed images. Different types of the organic mordant and 
the inorganic mordant may be combined for use herein. 

[0217] The mordant may be added to the coating liquid A that contains particles and a water-soluble resin. However, 
in the case where the mordant may react with the particles in the liquid to fomi aggregates, it may be added to the 
coating liquid B. 

[0218] For the cationic mordant, a polymer mordant having, as a cationic group, a primary to tertiary amino group 
or a quaternary ammonium base is preferably used, but a cationic non-polymer mordant may also be used. 
[021 9] For the polymer mordant, homopolymers of a monomer having a primary to tertiary amino group or its salt or 
a quaternary ammonium base (mordant monomer), and copolymers or polycondensates of the mordant monomer with 
any other monomer (hereinafter referred to as "non-mordant monomer") are preferred. These polymer mordants may 
be used in any form of water-soluble polymers or water-dispersible latex particles. 

[0220] The monomer (mordant monomer) includes, for example, trimethyl-p-vinylbenzylammonium chloride, trime- 
thyl-m-vinylbenzylammonium chloride, triethyl-p-vinylbenzylammonium chloride, triethyl-m-vinylbenzylammonium 
chloride, N,N-dimethyI-N-ethyl-N-p-vinylbenzylammonium chloride, N,N-diethyl-N-methyl-N-p-vinylbenzylammonium 
chloride, N,N-dimethyl-N-n-propyl-N-p-vinylbenzylammonium chloride, N,N-dimethyl-N-n-octyl-N-p-vinyIbenzyIammo- 
nium chloride, N,N-dimethyl-N-benzyl-N-p-vinylbenzylammonium chloride, N,N-diethyl-N-benzyl-N-p-vinylbenzylam- 
monlum chloride, N,N-dlmethyl-N-(4-methyl)benzyI-N-p-vinylbenzylammonium chloride. N,N-dimethyl-N-phenyl-N-p- 
vinyibenzylammonium chloride, trimethyl-p-vlnylbenzylammonium bromide, trimethyl-m-vinylbenzylammonium bro- 
mide, trimethyl-p-vinylbenzylammonium sulfonate, trimethyl-m-vinylbenzylammonium sulfonate, trirnethyl-p-vinylben- 
zylammonium acetate, trimethyl-m-vinylbenzylammonium acetate, N,N,N-triethyl-N-2-(4-vinylphenyl)ethylammonium 
chloride. N,N,N-triethyl-N-2-(3-vinylphenyl)ethylammonium chloride, N,N-diethyl-N-methyl-N-2-(4-vinylphenyl)ethyl- 
ammonium chloride, N,N-diethyl-N-methyl-N-2-(4-vinylphenyl)ethylammonium acetate; quatemates with methyl chlo- 
ride, ethyl chloride, methyl bromide, ethyl bromide, methyl iodide or ethyl iodide of N,N-dimethylaminoethyl (meth) 
acrylate, N,N-diethylaminoethyl (meth)acrylate, N.N-dimethylaminopropyl (meth) aery I ate, N,N-diethylaminopropyl 
(meth)acrylate, N,N-dimethylaminoethyi(meth)acrylamide, N,N-diethylaminoethyl(meth)acrylamide, N,N-dlmethylami- 
nopropyl(meth)acrylamide, N,N-dlethylaminopropyl(meth)acfylamide; and their anion-substltuted sulfonates, alkylsul- 
fonates, acetates and alkylcart:)oxylates. 

[0221] Concretely, for example, there are mentioned monomelhyldiallylammonium chloride, lrimethyl-2-(methacry- 
loyloxy)ethylammonium chloride, triethyl-2-(methaciyloyloxy)ethylammonium chloride, trimethyl-2-(acryloyloxy)ethyl- 
ammonium chloride, triethyl-2-(acryloyloxy)ethylammonium chloride, trimethyl-3-(methacryloyloxy)propylammonium 
chloride, triethyl-3-(methacryloyloxy)propylammonium chloride. trimethyl-2-(methacryloylamlno)ethylammonlum chlo- 
ride, triethyl-2-{methacryloylamino)ethylammonium chloride, trimethyl-2-(acryloylamino)ethylammonium chloride, tri- 
ethyI-2-(acryloylamino)ethylammonium chloride, trimethyl-3-(methacryloylamino)propylammonlum chloride, triethyl- 
3-(methacryloylamino)propylammonium chloride, trimethyl-3-(acryloylamino)propylammonium chloride, triethyl- 
3-(acryloylamlno)propylammonium chloride. N,N-dimethyl-N-ethyl-2-(methacryloyloxy)ethylammonium chloride, N,N- 
diethyl-N-methyl-2-(methacryloyloxy)ethylammonlum chloride, N.N-dimethyl-N-ethyl-3-(acryloylamino)propylammonl- 
um chloride, trimethyl-2-(methacryloyloxy)ethylammonium bromide, trimethyl-3-{acryloylamino)propylammonlum bro- 
mide, trimethyl-2-(methacryloyloxy)ethylammonium sulfonate and trimethyl-3-(acryloylamino)propylammonlum ace- 
tate. 
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[0222] In addition. N-vinyllmidazole and N-vinyl-2-metliylimida2ole are also copolymerizable mononners for use here- 

I0223J Also usable are allylamine. diallylamine and their derivatives and salts. Examples of the compounds are al- 
lylamine, allylamine hydrochloride, allylamine acetate, allylamine sulfate, diallylamine. diallylamine hydrochloride, di- 
allylamine acetate, diallylamine sulfate, diallylmethylamine and its salts (e.g., Its hydrochloride, acetate, sulfate), and 
diallylethylamlne and its salts (e.g., its hydrochloride, acetate, sulfate), diallyldimethylammonium salt (its counter anion 
includes chloride, sulfate and acetate ions). These allylamine and diallylamine derivatives are poorly polymenzable 
when they are in the form of free amines. In general, therefore, their salts are polymerized and the resulting polymers 

are optionally desalted. « ^ u 

[0224] Further, units of N-vinylacetamide or N-vinylformamide may also be used, and the polymers formed are ny- 
drslyzed to form'vinylamine units, and they may be further converted into their salts for use tierein. 
[0225] The non-mordant monomer does not contain a basic or cationic moiety of primary to tertiary ammo groups 
and their salts or quaternary ammonium bases, and does not interact vwth dye in Inkjet Ink or substantially interacts 

little with it. . w 

[0226] The non-mordant monomer includes, for example, alkyi (meth)acrylates; cycloalkyi (meth)acrylates such as 
cyclohexyl (meth)acrylate; aryl (meih)acrylates such as phenyl (meth)acrylate; aralkyl esters such as benzyl (meth) 
acrylate- aromatic vinyl compounds such as styrene. vinyltoluene and a-methylstyrene; vinyl esters such as vinyl ac- 
etate, vinyl propionate, vinyl versatate; allyl esters such as allyl acetate; halogen-containing monomers such as vinyli- 
dene chloride, vinyl chloride; vinyl cyanides such as (melh)acrylonilrile; olefins such as ethylene and propylene. 
[0227] Of the alkyi (meth)acrylates, those in which the alkyI moiety has from 1 to 1 8 carbon atoms are preferred. 
They include, forexample, methyl (meth)acrylate, ethyl (meth)acrylate, propyl (meth)acrylate. isopropyl (meth)acrylate, 
n-butyl (meth)acrylate, isobutyl {meth)acrylate. t-butyl (meth)acrylate, hexyl (meth)acrylate, octyl (meth)acrylate. 
2-ethylhexyl (meth)acrylate, lauryl (meth)acrylate and stearyl (meth)acrylate. 

[0228] Of those, more preferred are methyl acrylate, ethyl acrylate, methyl methacrylate. ethyl methacrylate and 
hydroxyethyl methacrylate. 

[0229] One or more of the non-mordant monomers may be used singly or as combined. 

[0230] Other preferred examples of the polymer mordant include polydiallyldimethylammonium chloride, copolymers 
of diallyldimethylammonium chloride and other monomer (mordant monomer and non-mordant monomer), diallyld- 
imethylammonium chloride-SOa copolymer, cyclic amine resin and derivatives thereof such as typically polydiallylmeth- 
ylamine hydrochloride and polydiallyl hydrochloride (including copolymers thereof): secondary ammo, tertiary ammo 
or quaternary ammonium salt substituted alkyl(meth)acrylate polymers and their copolymers with other monomer such 
as-typically polydiethylmethacryloyloxyethylamine. polytrimethylmethacryloyloxyethylammonium chloride, and 
polydimethylbenzylmethacryloyloxyethylammonium chloride; polyamine resin such as typically polyethylenimine and 
its derivatives, polyailylamine and its derivatives, and polyvinylamine and its derivatives; polyamide resin such as typ- 
ically polyamide-polyamine resin and polyamidepichlorohydrine resin; polysaccharide such as typically cationated 
starch chitosan and its derivatives; dicyandiamide derivatives such as typically dicyandiamide-fomnalin polyconden- 
sate and dicyandiamide-diethylenetriamine polycondensate; polyamidlne and its derivatives; dialkylamine-epichloro- 
hydrin addition polymer products such as typically dimethylamine-epiohlorohydrin addition polymer products: and pol- 
ystyrene having a quaternary ammonium salt-substituted alkyi group and its copolymers with other monomer 
r0231l For the polymer mordant, for example, herein usable are those concretely described in JP-A 48-28325. 
54-74430 54-124726, 55-22766. 55-142339. 60-23850. 60-23851. 60-23852. 60-23853. 60-57836. 60-60643. 
60-118834 60-122940. 60-122941, 60-122942, 60-235134. 1-161236; USP 2.484,430. 2.548,564. 3.148,061. 
3 309,690.4.115.124. 4.124.386.4.193.800. 4.273.853. 4.282.305, 4.450,224; JP-A 1-161236. 10-81064. 10-157277 
10-217601. 2001-138621, 2000-211235, 2001-138627. 8-174992; JP-B 5-35162, 5-35163. 5-35164. 5-88846; and 
Japanese Patents 2,648.847, 2.661,677. ^ , ^.i ^w,o«« 

[0232] In the case where the inorganic mordant is combined with the organic mordant for use herein, the blend ratio 
of the two may be determined depending on the balance of the storability and the bleeding resistance. Preferably, the 
blend ratio of the inorganic mordant in the mixture is at least 5 %, more preferably at least 10 %. The amount of the 
moixlant to be in the layer is preferably from 0.01 g/m^ to 5 g/rri^, more preferably from 0.1 g/m2 to 3 g/m . 

(Other components) 

[0233] If desired, the Inkjet recording sheet in the invention may further contain various known additives such as 
acid UV absortjent, antioxidant, fluorescent brightener. monomer, polymerization initiator, polymerization inhibitor 
bleeding inhibitor, preservative, viscosity stabilizer, defoaming agent, surfactant, antistatic agent, matting agent, curt 
inhibitor and water-proofing agent. 

[0234] In the invention, the colorant-receiving layer may contain acid. Containing acid, the surface of the colorant- 
receiving layer is controlled to have a pH of from 3 to 8. preferably from 4 to 6. This is favorable since the yellowing 
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resistance of the white background of the sheet Is improved. The surface pH may be measured according to the surface 
pH measurement method A (coating method) defined by the Technical Association of the Pulp and Paper Industry of 
Japan (J. TAPPI). For example, a paper surface pH meter, Kyoritsu Rikagaku Institute's Model MPC for the method A 
is used. 

[0235] Examples of the acid are fonnic acid, acetic acid, glycollc acid, oxalic acid, propionic acid, malonic acid, 
succinic acid, adipic acid, maleic acid, malic acid, tartaric acid, citric acid, benzoic acid, phthalic acid, Isophthalic acid, 
glutaric acid, gluconic acid, lactic acid, aspartic acid, glutamic acid, salicylic acid, metal salicylates (with Zn, Al, Ca or 
Mg), methanesulfonic acid, itaconic acid, benzenesulfonic acid, toluenesulfonic acid, trifluoromethanesulfonic acid, 
styrenesulfonic acid, trifluoroacetic acid, barbituric acid, acrylic acid, methacryllc acid, cinnamic acid, 4-hydroxybenzoic 
acid, aminobenzoic acid, naphthalenedisulfonlc acid, hydroxybenzenesulfonic acid, toluenesulflnic acid, benze- 
nesulfinic acid, sulfanllic acid, sulfamic acid, a-resorcinolic acid, p-resorciholic acid, y-resorcinollc acid, gallic acid, 
phloroglucine, sulfosalicyllc acid, ascorbic acid, erysorbic acid, bisphenolic acid, hydrochloric acid, nitric acid, sulfuric 
acid, phosphoric acid polyphosphorlc acid, boric acid and boronic acid. The amount of the acid to be added may be 
so determined that the surface pH of the colorant-receiving layer may be from 3 to 8. 

[0236] The acid may be used in the form of its metal salt (for example, with any of sodium, potassium, calcium, 
cesium, zinc, copper, iron, aluminium, zirconium, lanthanum, yttrium, magnesium, strontium and cerium) or amine salt 
(fpr example, with any of ammonia, triethylamine, tributylamlne, piperazlne, 2-methylpiperazine and polyallylamlne). 
The examples of metal salt include aluminium chloro hydrate, zirconium oxychloride, and zirconyl acetate. 
[0237] Preferably, the cploranl-recelving layer in the invention contains slorabilily improver such as UV absorbent, 
antioxidant and bleeding inhibitor. ' ' : 

[0238] For the UV absorbent, antioxidant and bleeding Inhibitor, for example, usable are alkylated phenol compounds 
(including hindered phenol compounds), alkylthiomethylphenol compounds, hydroquinone compounds, alkylated hy- 
droquinone compounds, tocopherol compounds, aliphatic compounds, aromatic compounds, and/or heterocyclic com- 
pounds having thioether bonds, bisphenol compounds, 0-, N- and S-benzyl compounds, hydroxybenzyl compounds, 
trlazine compounds, phosphonate compounds, acylamlnophenol compounds, ester compounds, amide compounds, 
ascorbic acid, amine-type antioxidants, 2-(2-hydroxyphenyl)benzotriazole compounds, 2-hydroxybenzophen6'ne com- 
pounds, acrylates, water-soluble or hydrophobic metal salts, organic metal compounds, metal complexes, hindered 
amine compounds (including TEMPO compounds), 2-(2-hydroxyphenyl)-1 ,3,5-triazine compounds, metal inactivators, 
phosphite compounds, phosphonite compounds, hydroxyamlne compounds, nitroso compounds, peroxide scaven- 
gers, polyamide stabilizers, polyether compounds, basic assistant stabilizers, nucleating agents, benzofuranone com- 
pounds, Indolinone compounds, phosphine compounds, polyamine compounds, thiourea compounds, urea com- 
pounds, hydrazide compounds, amidine compounds, saccharide compounds, hydroxybenzolc acid compounds, dihy- 
droxybenzoic acid compounds and tri hydroxybenzolc acid compounds. 

[0239] Of those, preferred are alkylated phenol compounds, compounds having at least two thioether bonds, bisphe- 
nol-compounds, ascorbic acid, amine-type antioxidants, water-soluble or hydrophobic metal salts, organic metal com- 
pounds, metal complexes, hindered amine compounds, hydroxyamlne compounds, polyamine compounds, thiourea 
compounds, hydrazide compounds, hydroxybenzolc acid compounds, dihydroxybenzoic acid compounds and trihy- 
droxybenzoic acid compounds. 

[0240] Examples of the compounds are described in Japanese Patent Application No. 2002-13005; JP-A 1 0-1 82621 , 
2001-260519; JP-B 4-34953, 4-34513; JP-A 11-170686; JP-B 4-34512; EP 1138509; JP-A 60-67190, 7-276808, 
2001-94829. 47-10537, 58-111942, 58-212844, 59-19945, 59-46646, 59-109055. 63-53544; JP-B 36-10466. 
42-26187, 48-30492, 48-31255, 48-41572, 48-54965, 50-10726; USP 2.719.086. 3,707,375, 3.754,919, 4.220.711; 
JP-B 45-4699: 54-5324; EP-A 223739. 309401 . 309402. 310551 , 310552, 459416; GP-A 3435443; JP-A 54-48535, 

60- 107384. 60-107383. 60-125470, 60-125471, 60-125472. 60-287485. 60-287486, 60-287487, 60-287488. 

61- 160287.61-185483, 61-211079. 62-146678, 62-146680, 62-146679. 62-282885, 62-262047, 63-061174, 63-89877. 
63-88380, 66-88381, 63-113536, 63-163351: 63-203372, 63-224989. 63-251282, 63-267594, 63-182484, 1-239282, 
2-262654, 2-71262, 3-121449, 4-291685. 4-291684, 5-61166, 5-119449, 5-188687, 5-188686. 5-110490, 5-170361; 
JP-B 48-43295. 48-33212; and USP 4.814,262. 4,980,275. 

[0241] One or more of the above-mentioned additive components may be used singly or as combined. These additive 
components may be in any form of aqueous solution, dispersion, polymer dispersion, emulsion or oil drops, or may be 
encapsulated into microcapsules. In the Inkjet recording sheet in the Invention, the amount of the additive components 
is preferably from 0.01 to 10 g/m^. 

[0242] For increasing the dispersibility of inorganic particles, their surfaces may be processed with a silane coupling 
agent. Preferably, the silane coupling agent has an organic functional group (e.g., vinyl group, amino group (primary 
to tertiary amino group, quaternary ammonium salt group), epoxy group, mercapto group, chloride group, alkyi group, 
phenyl group and ester group), in addition to the coupling-active site thereof. 

[0243] The coating liquid for the colorant-receiving layer In the invention preferably contains a surfactant. The sur- 
factant may be any of cationic, anionic, nonionic, ampholytic, fluorine-containing or silicone-type surfactants. 
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r02441 The nonionic surfactant includes, for example, polyoxyalkylene alkyi ethers and polyoxyalkylene alkylphenyl 
ethers (e q diethylene glycol monoethyl ether, diethylene glycol diethyl ether, polyoxyethylene lauryl ether, polyox- 
yethylene slearyl ether, polyoxyethylene nonylphenyl ether), oxyethylene-oxypropylene block ^^P^^^'^^'^'^^'^''^ 
fatty acid esters (e.g.. sorbltan monolaurate. sorbitan monooleate, sorbrtan trioleate), polyoxyethylene-sorbitan fatty 
5 acid esters (e g polyoxyethylene-sorbitan monolaurate. polyoxyethylene-sorbitan monooleate. polyoxyethylene-sorb- 
itan trioleate) polyoxyethylene-sorbitol fatty acid esters (e.g.. polyoxyethylene-sorbitol tetraoleate). glycenn fatty acid 
esters (e.g.. glycerol monooleate). polyoxyethylene-glycerin fatty acid esters (e.g.. 

tearate polyoxyethylene-glycenn monooleate). polyoxyethylene fatty acid esters (e.g., polyethylene glycol nnonolau- 
r?e polyoS^^^ glycol monooleate), polyoxyethylene alkylamines, acetylene ^^y^^^^j^-^ f''^^-^^^^^^^ 

10 5 decyne-4.7-diol. and ethylene oxide adducts and propylene oxide adducts to the diol). Preferred are P^^^^^^^^^ 
alkyI ethers. The nonionic surfactant may be added to the first and second coating liquids. One or more of these nonionic 
surjactants may be used herein either singly or as combined. u twr,« =, ,ifnn 

[02451 The ampholytic surfactant includes, for example, amino acid-type, carboxyammonium betaine-type. sulfon- 
ammonium betaine-type, ammonium sulfate betaine-type and imidazolium betaine-type compounds. For exarriP'e. 

« thTe described in USP 3,843,368, JP-A 59-49535, 63-236546, 5-303205. 8-262742, 10-282619. f P^"^? 

2 514 194 2 759 795 and JP-A2000-351269are preferably used herein. Of theampholyticsurfactants. morepreferred 

are ai^ilno' acld-t^pe. carboxyammonium betaine-type and sulfonammonium betaine-type compounds. One or more 
such ampholytic surfactants may be sued herein either singly or as combined. . . „ 

[0246] The anionic surfactant includes, for example, salts of falty acid (e.g.. sodium slearate. potassium oleale)^ 
20 salts Of alkylsulfates (e.g.. sodium laurylsulfate. laurylsulfate triethanolamine). salts of sulfonic acids (e g., sodium 
dodecylbenzenesulfonate), salts of alkylsulfosuccinates (e.g.. sodium dioctylsulfosuccinate). salts of alkyldiphenyl 
ether disulfonates and salts of alkylphosphates. „„,wir,iiTn enits 

[0247] The cationic surfactant includes, for example, alkylamine salts, quatemary ammonium salts, pyridinium^ salts 

25 [M48] ''^ The'rorrn'icontaining surfactant may be a compound derived from a perfluoroalkyi group-having interme- 
diate through electrolyttefluorination.telomGrization or oligomerization. ..... ,. 

[0249] For example includes salts of perfluoroalkylsulfonates, salts of perfluoroalkylcarboxyhc a^'^s- peri^^o"" 
alkyl-ethylene oxide adducts, perfluoroalkyl-trialkylammonium salts, pertluoroalkyi group-having oligomers and per- 

so Fo? ?he Sne-contalnlng surfactant, preferred is silicone oil modified with an organic group. The -de branch- 

es of the siloxane structure of the compound may be modified with an organic group; or both ends or ^^^^^^^^'^^^ 
mav be modified with it The organic group modification includes, for example, amino modification, polyether modifi- 
Sn epoxVmodTffcalion, carboxyl modification, carbinol modification, alkyi modification, aralkyi modification, phenol 

35 of the surfactant to be in the coating liquid for the 

preferably from 0 001 to 2.0 %. more preferably from 0.01 to 1 .0 % of the liquid. In the case where two or more coating 
Srarurdforformlngthecolorant-receivinglayer.rtisdesirablethatthesu 

r02521 For preventing it from curling, the colorant-receiving layer in the invention preferably contains a high-boiling- 
S -ganicrverihe high-boiling-point organic solvent is an organic compound having -^^^^ 

40 pressure of not lower than 1 50°C, and it is a water-soluble or hydrophobic compound. It may be liquid or solid at room 
temoerature and mav be a low-molecular or high-molecular compound. ^ , 

[S] ConcrX'or example, ft includes aromatic carboxylates (e.g.. dibutyl phthalate, diphenyl P^hala^^Phenyl 
benzoate) aliphatic carboxylates (e.g.. dioctyl adipate, dibutyl sebacate, methyl stearate, dibutyl maleate dibutyl fu- 
maraH ethTacSi^ciL phosphates (e.g. , trioctyl phosphate, tricresyl phosphate), epoxy compounds e.g.. epox- 

45 S soS oT methyl esters o°epoxydated fatty acids), alcohols (e.g.. stearyl alcohol, ethylene glycol propylene 
g'yco? Shyine g^col. triethylene glycol, glycerin, diethylene glycol monobutyl ether (DEGMBE . tnethylene glycol 
m^obu reC ^yceri^ monomelhyl ether, 1 .2.3-butanelriol, 1 .2.4-butanetriol. 1 .2,4-pentanetr,ol. 1/^6-hexanelno^ 
trocJgJcol. triethanolamine. polyethylene glycol), vegetable oils (e.g.. soybean oil. sunflower oil) and h.ghei aliphatic 
carboxylic acids (e.g., linolic acid, oleic acid). 



. so 



55 



(Support) 



[02541 For the support, any of transparent supports of a transparent material such as plastics and opaque supports 
of an opaque mater'iri such as paper may be used in the invention . For making the best use of the ransparency of the 
colorant-receiving layer, transparent supports or opaque supports of high glossiness are P'^^^^^'^'V "fff"' 
[0255] For the transparent supports, transparent materials that are resistant to radiation ^eat in OHP or backl.gM 
displays are preferred. The materials are. for example, polyesters such as polyethylene terephthalate (P^T)^ 
polysulfones. polyphenylene oxides, polyimides. polycarbonates and polyamides. Above all. polyesters are preferred. 
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and polyethylene terephthalate is more preferred. 

[0256J Though not specifically defined, the thickness of the transparent support is preferably from 50 to 200 pm in 
view of the handlability thereof. 

[0257] . For the opaque supports of high glossiness, those having a glossiness of at least 40 % on the surface to be 
5 coated with the colorant-receiving layer are prefen-ed. The glossiness Is obtained according to the method of JIS P- 
8142 (method of measuring the 75-degree min-or surface glossiness of paper and paper boards). Concretely, the fol- 
lowing supports are mentioned. 

[0258] For example, they are paper supports of high glossiness, such as art paper, coated paper, cast-coated paper, 
or baryta paper for silver-salt photographic supports; glossy plastic films of polyesters such as polyethylene tereph- 
thalate (PET), cellulose esters such as nitrocellulose^ cellulose acetate or cellulose acetate butyrate, polysulfones, 
polypheny lene oxides, polyimides, polycarbonates or polyamides, which are rfiade opaque by adding a white pigment 
thereto (their surface may be calendered); and supports prepared by coating the above-mentioned various types of 
paper supports, transparent supports or white pigment-containing films of high glossiness, with a polyolefin layer con- 
taining or not containing a white pigment. 

[0259] White, pigment-containing foamed polyester films (for example, foamed PET containing polyolefin particles 
and stretched to form pores therein) are also preferred for use herein. In addition, resrn-coated paper for silver-salt 
photographic printing paper is also preferred. 

[0260] Though not specifically defined, the thickness of the opaque support Is preferably from 50 to 300 p.m In view 
of the handlability thereof. . 

20 [0261] The supports may be treated with corona discharge, glow discharge, flames, or UV irradiation for Improving 
the wettability and the adhesiveness thereof. 

[0262] The base paper for resin-coated paper is described in detail. 

[0263] The main material of the base paper Is wood pulp. Synthetic pulp of polypropylene or synthetic fiber of nylon 
or polyester is optionally added to wood pulp, and this is made into paper. The wood pulp may be any of LBKP, LBSP, 
25 NBKP, NBSR LDP, NDP, LUKP or NUKP, but it is desirable to use a larger amount of LBKP, NBSP LBSP, NDP or LDP 
containing much short fiber. 

[0264] However, the proportion of LBSP and/or LDP is preferably from 1 0 % by weight to 70 % by weight. 
[0265] The pulp is preferably chemical pulp (sulfate pulp or sulfite pulp) containing few Impurities, and It may be 
bleached to have an increased degree of whiteness. The bleached pulp is also useful herein. 
30 [0266] A sizing agent such as higher fatty acids, alkylketene dimers; a white pigment such as calcium carbonate, 
talc, titanium oxide; a paper reinforcing agent such as starch, polyacrylamide. polyvinyl alcohol; a fluorescent bright- 
ener; a water-retaining agent such as polyethylene glycols; a dispersant; and a softener such as quaternary ammoni- 
ums may be optionally added to the base paper. 

[0267] The freeness of the pulp to be made into the base paper Is preferably from 200 to 500 ml in tenns of CSR 
55 Regarding the fiber length of the pulp after beaten. It is desirable that the total of the24-mesh residue and the 42-mesh 
residue defined in JIS P-8207 is from 30 to 70 % by weight. Also preferably, the 4-mesh residue is at most 20 % by 
weight. 

[0268] The unit weight of the base paper is preferably from 30 to 250 g, more preferably from 50 to 200 g. The 
thickness of the base paper is preferably from 40 to 260 jim. While or after prepared, the base paper may be calendered 
^0 to have an increased smoothness. The density of the base paper is generally from 0.7 to 1 .2 g/m^ (Jis P-81 1 8). 
[0269] Further, the toughness of the base paper is preferably from 20 to 200 g under the condition of JIS P-81 43. 
[0270] The surface of the base paper may be coated with a surface-sizing agent. The surface-sizing agent may be 
the same as that capable of being added to the base paper as above. 

[0271 ] The pH of the base paper is preferably from 6 to 9, measured in a hot water extraction method of JIS P-81 13. 

^5 [0272] Polyethylene to coat the face and the back of the base paper Is generally low-density polyethylene (LDPE) 
and/or high-density polyethylene (HDPE), but other LLDPE and polypropylene may be partly used. 
[0273] Preferably, the polyethylene layer on which the coloranl-receiving layer is fomned contains rutile or analase- 
type titanium oxide, fluorescent brightener or ultramarine added to polyethylene so as to improve the opacity, the 
whiteness and the color of the layer, like in most photographic printing paper. The titanium oxide content of the poly- 

50 ethylene layer is preferably from approximately 3 to 20 % by weight, more preferably from 4 to 13 % by weight of 
polyethylene. Though not specifically defined, the thickness of the polyethylene layer is preferably from 10 to 50 p,m 
for both the face and back layers. A subbing layer may be formed on the polyethylene layer for enhancing the adhesion 
to the colorant-receiving layer. For the subbing layer, aqueous polyesters, gelatin and PVA are prefen-ed. The thickness 
of the subbing layer is preferably from 0.01 to 5 pm. 

55 [0274] The polyethylene-coated paper may be glossy paper, or may be mat or silky paper finely embossed while 
polyethylene is melt-extruded onto the base paper to coat it, like ordinary photographic printing paper 
[0275] The support may be coated with a back coat layer, to which white pigment, aqueous binder and other com- 
ponents may be added. 
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[0276] The white pigment that may be in the back coat layer includes, for example, inorganic white pigments such 
as light calcium carbonate, heavy calcium carbonate, kaolin, talc, calcium sulfate, barium sulfate, titanium dioxicle. zinc 
oxide zinc sulfide, zinc carbonate, satin white, aluminium silicate, diatonriaceous earth, calcium silicate, magnesium 
silicate synthetic amorphous silica, colloidal silica, colloidal alumina. pseudo;boehmite, aluminium hydroxide, alumina, 

5 llthopone, zeolite, hydrated halloysite, magnesium carbonate, magnesium hydroxide; and organic pigments such as 
styrenic plastic pigment, acrylic plastic pigment, polyethylene microcapsules, urea resin and melamine resin, 
[02771 The aqueous binder that may be in the back coat layer includes, for example, water-soluble polynriers such 
as styrene/maleic acid salt copolymer, styrene/acrylic acid salt copolymer, polyvinyl alcohol, silanol-modified polyvinyl 
alcohol, starch, cationated starch, casein, gelatin, carboxymethyl cellulose, hydroxyethyl cellulose, polyvinylpyrro- 

10 lidone- and water-dispersible polymers such as styrene-butadiene latex, acrylic emulsion. 

[0278] The other components that may be in the back coat layer are defoaming agent, antifoaming agent, dye, 
fluorescent brightener, preservative, waterproofing agent, etc. 

(Fabrication of Inkjet recording sheet) 

" [02791 In the invention, the colorant-receiving layer may be fomried on the Inkjet recording sheet in any known coating 
method not specifically defined. For it. for example, usable is any of an extrusion die ooater, an air doctor coater, a 
blade coater. a rod coater, a knife coater, a squeeze coater. a reverse roll coater or a bar coater. One or more colorant- 
receiving layers may be formed on the support, having a single-layered or multi-layered structure. In addition, the sheet 

so may additionally have an ink solvent absorbent layer, an interlayer. a protective layer and others. In the invention, the 
inorganic mordant shall be in every colorant-receiving layer or around the ink-receiving face of the sheet. . ^ 
[02801 Specifteally, it is desirable that the colorant-receiving layer is fomied by applying a first coating liquid (here- 
inafter this will be referred to as "coating liquid (A1)") that contains at least particles and a water-soluble r^sin...onto a 
support applying a second coating liquid (hereinafter this will be referred to as "coating liquid (B1 )") that contains at 

25 least a mordant and has a pH of 7.1 or more, onto the coating layer either (1) simultaneously with the coating or (2) 
while the coating layer formed is dried but before it exhibits a falling rate of drying, and crosslinking and curing the 
coating layer having the second coating liquid applied thereonto (wet-on-wet method). In the method, the inorganic 
mordant to be in the colorant-receiving layer in the Invention is preferably in at least either of the coating liquid (A1 ) or 
the coating liquid (B1). It is more preferably in the coating liquid (A1). Also preferably, a crosslinking agent for crosslink- 

30 ing the water-soluble resin is at least in either of the coating liquid (A1) or the coating liquid (B1). 

[02811 . Forming the crosslinked and cured, colorant-receiving layer in the sheet is preferred in view of the ink ab- 
sorbability and the cracking resistance of the layer. . ^- , „ 
[02821 In the invention, the coating liquid (A1 ) for forming the colorant-receiving layer that contains at least particles 
for^example, fumed silica) and a water-soluble resin (e.g.. polyvinyl alcohol) may be prepared, for example, as follows 

35 [02831 Particles of fumed silica and a dlspersant &re added to water (for example, silica particles in water account 
forfrom 10 to 20 % by weight), dispersed therein with a high-revolution wet colloid mill (e.g.. M Technics CLEAMIX). 
under a high revolution condition, for example, at 10.000 rpm (preferably from 5,000 to 20.000 rpm) for 20 minutes 
(preferably from 10 to 30 minutes), then a crosslinking agent (boron compound) and an aqueous polyvinyl alcohol 
PVA) solution are added thereto (for example, so that the amount of PVA added may be around 1/3 by weight of the 

40 fumed silica), and when the coating liquid for the colorant-receiving layer shall contain an inorganic mordant of the 
invention the mordant is added to it, and this is dispersed underthe same revolution condition as previously to prepare 
the intended coating liquid for the colorant-receiving layer. Thus prepared, the coating liquid is in the form of a uniform 
sol. and this is applied onto a support according to the coating method mentioned below, and dried to form thereon 
the' intended, porous colorant-receiving layer having a three-dimensional network structure. 

45 [02841 For preparing the aqueous dispersion of the above-mentioned fumed silica and dlspersant, an aqueous dis- 
persion of the fumed silica is first prepared, and the resulting aqueous dispersion may be added to an aqueous solution 
of dlspersant, or an aqueous solution of dlspersant may be added to the aqueous dispersion of fumed sdica. or they 
may be mixed all at a time. If desired, not the aqueous dispersion of fumed silica but the powdery fumed silica itself 
may be directly added to an aqueous solution of dlspersant. 

so [0285] After the fumed silica and the dispersant have been mixed, the resulting mixture is further dispersed by using 
a disperser to obtain an aqueous dispersion having a mean particle size of from 50 to 300 nm. For obtaining the 
aqueous dispersion, various conventional dispersing machines such as high-revolution dispersers. medium-assisted 
stirring dispersers (e.g.. ball mills.sand mills), ultrasonic dispersers, colloid mill dispersers and high-pressure disperses 
may be used. In the invention , for efficiently dispersing lumps of particles that may be f onned, stirring dispersers. colloid 

55 mill dispersers or high-pressure dispersers are preferably used. . , , 

[0286] The solvent in each step may be any of water, organic solvents or their mixed solvents. The organic solvents 
usable for the coating operation are. for example, alcohols such as methanol, ethanol, n-propanol, i-propanol and 
methoxypropanol: ketones such as acetone, methyl ethyl ketone: and tetrahydrofuran. acetonitrile. ethyl acetate and 
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toluene. 

[0287] For the dispersant, usable are cationic polymers. The catlonic polymers are, for example, those mentioned 
hereinabove for the organic mordant. For the dispersant, also usable are silane coupling agents. 
[0288] The amount of the dispersant is preferably from 0.1 % to 30 %. more preferably from 1 % to 10 % of the 
5 particles. 

[0289] After formed on the support, the colorant- receiving layer may be calendered. For example, using a super 
calender or gloss calender, it is passed through roll nips under heat and pressure. Thus calendered, the surface smooth- 
ness, the glossiness, the transparency and the strength of the layer are increased. However, since the calendering 
treatment will often lower the porosity of the layer (namely, the ink absorbability of the layer will be lowered), its condition 
10 must be so controlled that the porosity of the layer does not much lowered after the calendering treatment. 

[0290] The roll temperature In the calendering treatment is preferably from 30 to 1 SO'^C, more preferably from 40 to 
100*^0. 

[0291] The linear pressure between the rolls in the calendering treatment is preferably from 50 to 400 kg/cm, more 
preferably from 100 to 200 kg/cm. 
IS [0292] Regarding its thickness, the colorant-receiving layer must have an absorption capacity capable of absorbing 
all liquid drops in inkjet recording. Therefore, the thickness of the layer must be determined In relation to the porosity 
thereof. For example, when the amount of ink to be applied to the layer is 8 nl/mm^ and the porosity of the layer is 60 
%, the thickness of the layer must be at least about 1 5 fxm. 

[0293] In consideration of this, the thickness of the colorant-receiving layer for Inkjet recording Is preferably from 1 0 

20 to 50 jxm. 

[0294] Preferably, the pore size of the colorant-receiving layer is from 0.005 to 0.030 fim, more preferably from 0.01 
to 0.025 pm, in terms of the median diameter thereof. 

[0295] The porosity and the pore median diameter may be measured with a mercury porosimeter (PORESIZER 
9320-PC2, trade name by Shimadzu Corporation). 

25 [0296] Preferably, the colorant-receiving layer has high transparency. For its criterion, the haze of the colorant-re- 
ceiving layer fomned on a transparent film support is preferably at most 30 %, more preferably at most 20 %. 
[0297] The haze may be measured with a haze meter (HGM-2DP by Suga Test Instruments Co., Ltd.). 
[0298] A dispersion of polymer particles may be added to the constitutive layers (e.g., colorant-receiving layer, back 
layer) of the inkjet recording sheet in the Invention. The dispersion of polymer particles is for improving the physical 

30 properties of the coating film, for example, for improving the dimensional stability of the film and for preventing the film 
from curling, blocking and cracking. The dispersion of polymer particles is described in. for example. JP-A 62-245258, 
and 10-228076. When a dispersion of polymer particles having a low glass transition temperature (not higher than 
40**C) is added to the mordant-containing layer, then it is effective for preventing the layer from cracking and curling. 
When a dispersion of polymer particles having a high glass transition point is added to the back layer, it is also effective 

35 for preventing the layer from curling. 

[0299] The inkjet recording sheet in the invention may be fabricated as well, according to the methods described in 
JP-A 10-81064, 10-119423, 10-157277, 10-217601, 11-348409, 2001-138621. 2000-43401, 2000-211236, 
2000-309157, 2001-96897, 2001-138627, 11-91242. 8-2087, 8-2090, 8-2091 and 8-2093. 

[0300] A subbing layer may be fomried on the supportf or enhancing the adhesiveness between the colorant-receiving 

40 layer and the support and for suitably controlling the electric resistance of the support. 

[0301] The colorant-receiving layer may be on one surface of the support, or on both surfaces thereof for preventing 
curling and defomiation of the support. In the case where the colorant-receiving layer is fomied on one surface of the 
support for OHP or the like, an antireflection layer may be formed on the opposite surface or both surfaces of the 
support for increasing the light transmittance through the support. 

45 [0302] Boric acid or boron compound may be applied onto the surface of the support which Is to be coated with the 
colorant-receiving layer, and then the colorant-receiving layer is formed thereon to ensure the surface glossiness and 
smoothness of the colorant-receiving layer, whereby the images fonmed may be prevented from bleeding in high- 
temperature high-humidity conditions. 

50 <lnkjet recording method> 

[0303] The system for the inkjet recording method of the Invention is not specifically defined, for which any known 
system is employable. For example, employable is any of a charge control system of jetting out ink through electrostatic 
attractive force; a drop-on-demand system (pressure pulse system) of using the oscillation pressure of a piezoelectric 
55 device; an acoustic inkjet system of converting an electric signal into an acoustic beam, applying it to ink, and jetting 
out the ink under radiation pressure; ora themrial inkjet system of heating ink to form bubbles and utilizing the resulting 
pressure. The inkjet recording system Includes a system of jetting a large number of small-volume drops of photoink 
of low concentration, a system of using multiple inks of substantially the same color which, however, differ in concen- 



52 



BNSDOCID: <EP 1352754A2_I_> 



' ' EP 1 352 754 A2 

tration to Improve the image quality, and a system of using colorless transparent ink. 
[0304] Next described is the second aspect of the invention. 

<lnkjet recording lnk> 

[0305] The Inkjet recording ink for use in the second aspect of the Invention is the same as that for use in the first 
aspect thereof described hereinabove. 

<lnkjet recording sheet> 

[0306] The Inkjet recording sheet in this aspect has a colorant-receiving layer at least on a support, and the colorant- 
receiving layer contains at least alumina particles or alumina hydrate. 

[0307] The alumina particles used in the invention Is crystalline particles of aluminium oxide; and a-alumina. 5-alu- 
mina. 7-alumina, O-alumina and K-alumina are known. Of those, prefen-ed for use in the invention are 6-a!umina and 

15 Y-aiumlna. In view of the production method thereof, more preferred are alumina particles produced by a vapor-phase 
process. Concretely, the fumed alumina particles are produced by hydrolyzing a gaseous metal chloride In the presence 
of water that is generated In oxyhydrogen reaction or at a temperature characteristic of the reaction. 
[0308] Preferably, the mean primary particle size of the alumina particles Is at most 1 00 nm. more preferably at most 
20 nm. Containing the alumina particles having an average primary particle diameter of almost 20 nm, the coloranl- 

20 receiving layer may have an increased porosity and the ink absorbability of the Inkjet recording sheet may be thereby 
increased. 

[0309] Alumina hydrate used in the invention may be represented by the following general fomnula: 



25 



(AlaOg-nHgO) 



[0310] Depending on the composition and the crystal morphology, the alumina hydrate is grouped Into gibbsite. 
bayerite. norstrandite, boehmite, boehmite ge1 (pseudo-boehmite). diaspore and amorphous alumina. When n in the 
above-mentioned formula is 1 . It indicates alumina hydrate having a boehmite structure; when n is more than 1 but 
30 smaller than 3, It Indicates alumina hydrate having a pseudo-boehmite structure; and when n is 3 or more, it indicates 
an amorphous alumina hydrate. Alumina hydrate of the fomnula where n is more than 1 but smaller than 3 is preferred 
for use in the Invention. 

[0311] In order that the alumina hydrate ensures rapid ink absorption, it is desirable that the mean pore radius of the 
alumina hydrate is from 1 to 20 nm, more preferably from 3 to 10 nm. Within the range, the alumina hydrate ensures 

35 both rapid ink absorption and rapid Ink fixation, and is therefore favorable. 

[0312] In order that the alumina hydrate ensures good ink absorption. It is desirable that the pore volume of the 
alumina hydrate is from 0.1 to 1 ml/g. more preferably from 0.4 to 0.6 ml/g. In the case where the pore volume of the 
ink-receiving layer is too large, the ink-receiving layer may crack or powder away; but when the pore volume thereof 
is too small the ink absorption will be poor. Also preferably, the solvent absorption of the Ink-receiving layer per the 

40 unit area Is at least 5 ml/m2, more preferably at least 1 0 ml/m2. If the solvent absorption per the unit area of the layer 
Is too small, Ink will overflow especially in multi-color printing. 

[031 3] In order that the alumina hydrate may satisfactorily absort^ the dye in ink and fix It. It is desirable that the BET 
specific surface area of the alumina hydrate is from 50 to 500 m2/g. 

[0314] Regarding its shape, the alumina hydrate used in the Invention may be tabular, fibrous, needle-like. sphencal 
45 or rod-like In view of Its Ink absorbability, the alumina hydrate is preferably tabular. The tabular alumina hydrate may 
have a mean aspect ratio of from 3 to 8, preferably from 3 to 6. The aspect ratio means a ratio of the "diameter" to the 
"thickness- of alumina hydrate particles. The diameler of the alumina hydrate particle means to Indicate the diameler 
of a circle of which the area Is the same as the projected area of the particle observed with an electronic microscope. 
If the aspect ratio of the particles is smaller than the range as above, the pore size distribution in the ink-receiving layer 
50 will be narrow and the ink absoriDability of the layer will lower. On the other hand. If the aspect ratio is larger than the 
range, it is difficult to produce unifomn alumina hydrate particles. 

[0315] The method for producing the alumina hydrate used in the invention is not specifically defined. For producing 
It any known method Is employable. For example, an aluminium alkoxide such as aluminium Isopropoxide is hydro- 
lyzed- an aluminium alkoxide having a long carbon chain (for example, alkoxide having from 5 to 40 cariaon atoms, 
55 preferably from 8 to 22 cart)on atoms) is hydrolyzed in the presence of acid; an aluminium salt is neutralized with alkali; 
or an aluminate is hydrolyzed. The physical properties including the particle size, pore size, pore volume and specific 
surface area of the alumina hydrate may be controlled by suitably controlling the precipitation temperature, the ageing 
temperature, the ageing time, the liquid pH. the liquid concentration and the co-existing compounds. 
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[0316] The method of preparing alumina hydrate from aikoxide is described in, for example, Japanese Patent 
3.085,746, JP-A 2000-301829, 2000-108505 and 2000-108505. 

[0317] In the invention, the alumina particles or alumina hydrate may be combined with any other particles not de- 
tracting from the effect of the invention. The additional particles may be organic particles or inorganic particles. However, 
5 In view of the ink absorbability and the image stability, It is desirable that the colorant-receiving layer contains Inorganic 
particles. 

[0318] Containing the additional particles, the colorant-receiving layer may have a porous structure and its ink ab- 
sorbability therefore Increases. In particular, when the solid content of the particles In the colorant-receiving layer Is at 
least 50 % by weight, more preferably at least 60 % by weight, then the layer may have a better porous structure and 
^0 the Inkjet recording sheet may have good Ink absorbability. The solid content of the particles In the colorant-receiving 
layer is obtained through calculation on the basis of the components except water that constitute the composition of 
the colorant-receiving layer. 

[0319] The organic particles are preferably polymer particles that are obtained, for example, through emulsion po- 
lymerization, microemulsion polymerization, soap-free polymerization, seed polymerization, dispersion polymerization 

'5 or suspension polymerization. They are powdery, latex or emulsion polymer particles of, for example, polyethylene, 
polypropylene, polystyrene, polyacrylate, polyamlde, silicone resin, phenolic resin or natural polymers. 
[0320] The inorganic particles are, for example, silica particles, colloidal silica, titanium dioxide, barium sulfate, cal- 
cium silicate, zeolite, kaoiinite, halloysite, mica, talc, calcium carbonate, magnesium carbonate, calcium sulfate, zinc 
oxide, zinc hydroxide, calcium silicate, magnesium silicate, zirconium oxide, zirconium hydroxide, cerium oxide, lan- 

20 thanum oxide and yttrium oxide. Of those, preferred are silica particles and colloidal silica. When used herein, the 
particles may be primary particles directly as they are, or they may fonn secondary particles. Preferably, the particles 
have an average primary particle diameter of at most 2 pjn, more preferably at most 200 nm. 

[0321] More preferred for use in the invention are silica particles having an average primary particle diameter of at 
most 30 nm or colloidal silica having an average primary particle diameter of at most 30 nm; and even more preferred 

2S are such silica particles. 

[0322] Depending on their production method, silica particles are generally grouped into two types, wet-process 
particles and dry-process (fumed) particles. In the wet process, active silica Is formed through acidolysis of silicates, 
and this is polymerized to a suitable degree and flocculated to obtain hydrous silica. This is the mainstream of the 
process. On the other hand, the vapor-phase process includes two types; one comprises high-temperature vapor- 

30 phase hydrolysis of silicon halide to obtain anhydrous silica (flame hydrolysis), and the other comprises thennal re- 
duction vaporization of silica sand and coke in an electric furnace followed by oxidizing it in air to also obtain anhydrous 
silica (arc process). These two are the main stream of the vapor-phase process. The "fumed silica" means to Indicate 
anhydrous silica particles obtained in the vapor-phase process. For the silica particles used in the invention, especially 
preferred are the fumed silica particles. 

35 [0323] The fumed silica differs from hydrous silica in point of the density of the surtace silanol group and of the 
presence or absence of pores therein, and the two different types of silica have different properties. The fumed silica 
is suitable for forming a three-dimensional structure of high porosity. Though not clear, the reason may be because 
the silanol group density in the surfaces of the particles of hydrous silica Is high, concretely from 5 to S/nm^, and the 
silica particles may readily densely aggregate, while, on the other hand, the silanol group density in the surfaces of 

40 the fumed silica particles is low, concretely from 2 to S/nm^, and the particles sparsely flocculate, thereby forming a 
structure of high porosity. 

(Water-soluble resin) 

4S [0324] In one preferred embodiment of the Inkjet recording sheet In the invention, the colorant-receiving layer is 
formed by applying a dispersion of the above-mentioned particles with a water-soluble resin onto a support. 
[0325] For the water-soluble resin, for example, those described hereinabove in the section of the first aspect of the 
Invention are employable. 

[0326] Above all, especially preferred is polyvinyl alcohol resin. More preferred is polyvinyl alcohol resin having a 
so degree of saponification of from 70 to 100 %, even more preferably from 80 to 99.5 %. For examples of the polyvinyl 
alcohol of the type, referred to are those that are descnbed In the references listed hereinabove In the section of the 
first aspect of the Invention. 

[0327] Examples of other water-soluble resins than polyvinyl alcohol resins that are also usable herein are the com- 
pounds described in JP-A 2001-205919, 2002-264489, and paragraphs [0011] to [0014] of JP^ 11-165461 . 
55 [0328] One or more of these water-soluble resin may be used herein either singly or as combined. 

[0329] Preferably, the water-soluble resin content of the colorant- receiving layer In the Invention is from 9 to 40 % 
by weight, more preferably from 12 to 33 % by weight of the total solid content of the layer. 

[0330] In the case where the polyvinyl alcohol resin is combined with any other water-soluble resin in the invention, 
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the ratio of the polyvinyl alcohol resin to all the water-soluble resins is preferably at least 50% by weight, more preferably 
at least 70 % by weight. 

(Content ratio of particles to water-soluble resin) 

[0331] The content ratio by weight of the particles (x) to the water-soluble resin (y), PB ratio x/y, has some significant 
influence on the film structure and the film strength of the colorant-receiving layer. Concretely, if the content ratio by 
weight, PB ratio, is large, the porosity, the pore volume and the surface area (per the unit weight) of the layer are all 
high but the density and the strength thereof tend to decrease. 

[0332] In the colorant-receiving layer in the invention, the content ratio by weight, PB ratio x/y, is preferably from 
1>',5/1 to 10/1 for the following reasons: if the PB ratio is too large, the film strength of the layer is low and the layer 
readily cracks in dry: but if too small, the resin will fill up t^e pores in the layer to lower the layer porosity, and the ink 
absorbability of the layer will be thereby lowered. To evade the problems, the PB ratio Is preferably within the range 
as'above, 

[0333] While running through the conveyor system in an Inkjet printer, the recording sheet may receive stress, and 
therefore the strength of its colorant- receiving layer must be high. In addition, when the sheet is cut, its colorant- 
receiving layer should not crack or peel, and therefore the strength of the layer must be high. Taking these into con- 
sideration, the ratio by weight, x/y is preferably at most 5/1 . In order that the layer has the ability to rapidly absorb ink 
in InkJet printers, the ratio is more preferably at least 2/1 . 

(Crosslinking agent) 

[0334] The crosslinking agent for use in the second aspect of the Invention may be the same as that referred to 
hereinabove in the section of the first aspect of the invention. 

(Mordant) 

[0335] In the invention, the colorant-receiving layer contains a mordant for Improving the waterproofness and the 

bleeding resistance in storage of the images formed therein. 
30 [0336] The mordant is preferably an organic mordant, cationic polymer (cationic mordant), or an Inorganic mordant. 

The mordant In the colorant-receiving layer Interacts with the colorant, anionic dye In liquid Ink and stabilizes the 

colorant, and therefore improves the waterproofness and the bleeding resistance in storage of the fonned images. One 

or more different types of organic mordants and inorganic mordants may be used herein, or an organic mordant and 

an inorganic mordant may be combined for use herein. 
35 [0337] The mordant may be added to the coating liquid A that contains particles and a water-soluble resin. However, 

If Itmay interact with the particles, the mordant may be added to the coating liquid B. 

[0338] For the cationic mordant, referred to are those described hereinabove in the section of the first aspect of the 
invention. 

[0339] In view of the bleeding resistance in storage, compounds having a weight-average molecular weight of from 

40 500 to 100,000 are preferred for the organic mordant for use herein. 

[0340] In the case where a mordant is in the basic solution (coating liquid B) having pH of at least 7,1 , the mordant 
preferably contains at least one cationic polymer having a primary, secondary or tertiary amino group. Examples of 
the cationic polymer having a primary amino group are polyallylamlne and its derivatives. The derivatives Include, for 
example, salts of polyallylamlne with acid (in which the acid includes inorganic acids such as hydrochloric acid, sulfuric 

45 acid, phosphoric acid and nitric acid, organic acids such as methanesulfonic acid, toluenesulfonic acid, acetic acid, 
propionic acid, cinnamic acid, (meth)acrylic acid, and their combinations; and only a part of allylamine may be converted 
Into Its sail), derivatives produced through polymer reaction of polyallylamlne, and copolymers of polyallylamlne with 
any other copolymerizable monomer (examples of the monomer are (meth)acrylates, styrenes, (meth)acryl amides, 
acrylonitrile and vinyl esters). 

^ . so [0341] Examples of polyallylamlne and its derivatives are described in JP-B 62-31 722, 2-14364, 63-43402, 63-43403, 
63-45721, 63-29881, 1-26362, 2-56365, 2-57084, 4-41686, 6-2780, 6-45649, 6-15592, 4-68622; Japanese Patents 
3,199,227, 3.008,369; JP-A 10-330427. 11-21321, 2000-281728, 2001-106736. 62-256801, 7-173286, 7-213897, 
9-236318, 9-302026. 11-21321 ; W099/21 901 , W099/19372; JP-A 6-140213; and JP-T 11-506488. 
[0342] An inorganic mordant may be used herein, and it includes polyvalent water-soluble metal salt and hydrophobic 
55 metal salt compounds. 

[0343] Examples of the inorganic mordant are salts and complexes with a metal selected from magnesium, alumin- 
ium, calcium, scandium, titanium, vanadium, manganese, iron, nickel, copper, zinc, gallium, germanium, strontium, 
yttrium, zirconium, molybdenum, indium, barium, lanthanum, cerium, praseodymium, neodymium, samarium, euro- 
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plum, gadolinium, dysprosium, erbium, ytterbium, hafnium, tungsten and bismuth. 

[0344] Concretely, for example, they are calcium acetate, calcium chloride, calcium formate, calcium sulfate, barium 
acetate, barium sulfate, barium phosphate, manganese chloride, manganese acetate, manganese formate dihydrate, 
manganese ammonium sulfate hexahydrate. cupric chloride, copper(ll)ammonium chloride dihydrate, copper sulfate, 
cobalt chloride, cobalt thiocyanate, cobalt sulfate, nicl<el sulfate hexahydrate, nickel chloride hexahydrate, niclcel ace- 
tate tetrahydrate, nickel ammonium sulfate hexahydrate, nickel amidosulfate tetrahydrate. aluminium sulfate, alumin- 
ium alum, aluminium chloro hydrate, aluminium sulfite, aluminium thiosulfate, aluminium sesquichloro hydrate, alumin- 
ium nitrate 9-hydrate. aluminium chloride hexahydrate, basic aluminium lactate, ferrous bromide, ferrous chloride, ferric 
chloride, ferrous sulfate, ferric sulfate, zinc phenolsulfonate. zinc bromide, zinc chloride, zinc nitrate hexahydrate. zinc 
sulfate, titanium tetrachloride, tetraisopropyl titanate, titanium acetylacetonate, titanium lactate, zirconium acetylacet- 
onate, zirconyl acetate, zirconyl sulfate, ammonium zirconium carbonate, zirconyl lactate, zirconyl succinate, zirconyl 
oxalate, zirconyl stearate, zirconyl octylate, zirconyl nitrate, ammonium zirconium acetate, potassium zirconium car- 
iDonate, sodium zirconium lactate, basic zirconium glycinate, basic aluminium sulfate, basic aluminium nitrate, basic 
aluminium sulfamate, basic aluminium formate, basic aluminium acetate, basic aluminium glycinate, zirconium oxy- 
chloride. zirconium hydroxychloride, chromium acetate, chromium sulfate, magnesium sulfate, magnesium chloride 
hexahydrate, magnesium citrate 9-hydrate, sodium phosphotungstate, sodium tungsten citrate, 12-tungstophosphoric 
acid n-hydrate. 12-tungstosllicic acid 26-hydrate, molybdenum chloride, 12-molybdophosphoric acid n-hydrate, gallium 
nitrate, germanium nitrate, strontium nitrate, yttrium acetate, yurium chloride, yttrium nitrate, indium nitrate, lanthanum 
nilrate, lanthanum chloride, lanthanum acetate, lanthanum benzoale, cerium chloride, cerium sulfate, cerium octylate, 
praseodymium nitrate, neodymium nitrate, samarium nitrate, europium nitrate, gadolinium nitrate, dysprosium nitrate, 
eriDium nitrate, ytterbium nitrate, hafnium chloride, bismuth nitrate, etc. 

[0345] For the inorganic mordant used in the invention, preferred are aluminium-containing compounds, titanium- 
containing compounds, zirconium-containing compounds, and metal compounds (salts or complexes) of the Group 
IIIB series of the Periodic Table of Elements. 

[0346] The amount of the mordant that may be in the colorant-receiving layer in the invention is preferably from 0.01 
g/m2 to 5 g/m2, more preferably from 0.1 g/m^ to 3 g/rrfi. 

(Other components) 

[0347] For the optional components that may be in the Inkjet recording sheet in the second aspect of the Invention, 
refen-ed to are those described hereinabove in the section of the first aspect of the invention. 

(Support) 

[0348] For the support for use in the second aspect of the Invention, referred to are those described hereinabove in 
the section of the first aspect of the invention. 

(Fabrication of Inkjet recording sheet) 

[0349] In the invention, the colorant-receiving layer may be fomied on the Inkjet recording sheet in any known coating 
method, not specifically defined. For it, for example, usable Is any of an extrusion die coater, an air doctor coater, a 
blade coater, a rod coater, a knife coater, a squeeze coater, a reverse roll coater or a bar coater. One or more colorant- 
receiving layers may be f onned on the support, having a single-layered or multi-layered structure. In addition, the sheet 
may additionally have an ink solvent absorbent layer, an interlayer a protective layer and others. In the invention, the 
inorganic mordant may be in every colorant-receiving layer or around the Ink-receiving face of the sheet. 
[0350] Specifically, it is desirable that the colorant-receiving layer Is fonned by applying a first coating liquid (here- 
inafter this will be referred to as "coating liquid (A2)") that contains at least particles and a water-soluble resin, onto a 
support, applying a second coating liquid (hereinafter this will be referred to as "coating liquid (B2)") that contains at 
least a mordant and has a pH of 7.1 or more, onto the coating layer either (1 ) simultaneously with the coating or (2) 
while the coating layer fonned is dried but before it exhibits a falling rate of drying, and crosslinking and curing the 
coating layer having the second coating liquid applied thereonto (wet-on-wet method). In the method, the inorganic 
mordant to be in the colorant-receiving layer in the invention is preferably in at least either of the coating liquid (A2) or 
the coating liquid (B2). It is more preferably in the coating liquid (A2). Also preferably, a crosslinking agent for crosslink- 
ing the water-soluble resin is at least in either of the coating liquid (A2) or the coating liquid (82). The pH of the coating 
liquid (82) is preferably at least 7.5 and more preferably at least 8. 

[0351] Forming the crossiinked and cured, colorant -receiving layer in the sheet is preferred in view of the ink ab- 
sorbability and the cracking resistance of the layer. 

[0352] In the invention, the coating liquid (A2) for fonning the colorant-receiving layer that contains at least particles 
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(for example, fumed alumina) and a water-soluble resin (e.g., polyvinyl alcohol) may be prepared, for example, as 
follows. 

[0353] Particles of fumed alumina and a dispersant are added to water (for example, alumina particles in water 
account for from 10 to 20 % by weight), dispersed therein with a high-revolution wet colloid mill (e.g.. M technic's 

5 CLEAMIX), under a high revolution condition, for example, at 10.000 rpm (preferably from 5.000 to 20.000 rpm) for 20 
minutes (preferably from 10 to 30 minutes), then a crosslinking agent (boron compound) and an aqueous polyvinyl 
alcohol (PVA) solution are added thereto (for example, so that the amount of PVA added may be around 1/3 by weight 
of the fumed alumina), and when the coating liquid for the colorant-receiving layer shall contain an inorganic mordant, 
the mordant Is added to it. and this is dispersed under the same revolution condition as previously to prepare the 

10 intended coating liquid for the colorant-receiving layer Thus prepared^ the coating liquid is in the fonri of a uniform sol, 
and; this is applied onto a support according to the coating method mentioned below, and dried to forni thereon the 
Intended, porous colorant-receiving layer having a ihree-drmenslonal network structure. 

[0354] For preparing the aqueous dispersion of the above-mentioned fumed alumina and dispersant, an aqueous 
dispersion of the fumed alumina is first prepared, and the resulting aqueous dispersion may be added to an aqueous 
15 solution of dispersant, or an aqueous solution of dispersant may be added to the aqueous dispersion of fumed alumina, 
or they may be mixed all at a time. If desired, not the aqueous dispersion of fumed alumina but the powdery fumed 
alumina Itself may be directly added to an aqueous solution of dispersant. 

[0355] After the fumed alumina and the dispersant have been mixed, the resulting mixture is further dispersed by 
using a disperser lo obtain an aqueous dispersion having a mean particle size of from 50 to 300 nm. For obtaining the 
20 aqueous dispersion, various conventional dispersing machines such as high-revolution dispersers, medium-assisted 
stirring dispersers (e.g., ball mills. sand mills), ultrasonic dispersers, colloid mill dispersers and high-pressure dispersers 
may be used. In the invention, for efficiently dispersing lumps of particles that may be formed, stirring dispersers. colloid 
mill dispersers or high-pressure dispersers are preferably used. 

[0356] For the details of the solvent in each step, the dispersant, the amount of the dispersant relative to particles, 
25 the calendering treatment of the colorant-receiving layer, the thickness of the colorant-receiving layer, the pore size of 
the colorant-receiving layer, the transparency of the colorant-receiving layer, the dispersion of polymer particles op- 
tionally added to the constitutive layers of the inkjet recording sheet and the method of fabricating the Inkjet recording 
sheet in the second aspect of the invention, referred to are those described hereinabove in the section of the first 
aspect of the invention. 
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<lnkjet recording method> 



[0357] For the modes of the inkjet recording method of the second aspect of the invention, refen^ed to are those 
described hereinabove in the section of the first aspect of the Invention. 
35 [0358] Next described is the third aspect of the invention. 

<lnkjet recording ink> 

[0359] The inkjet recording ink for use in the third aspect of the invention is the same as that for use in the first aspect 
40 thereof described hereinabove. 

<lnkjet recording sheet> 

[0360] The inkjet recording sheet in this aspect has a colorant-receiving layer at least on a support, and the colorant- 
45 receiving layer contains a cationic polymer having at least any one of primary, secondary or tertiary amino groups. 
[0361] The cationic polymer having any of primary, secondary or tertiary amino groups is preferably a compound 
having a weight-average molecular weight of from 500 lo 1 00.000 in view of its ability lo improve the ink absorbability 
of the colorant-receiving layer 

[0362] The cationic polymer having any of primary, secondary or tertiary amino groups includes, for example, poly- 
ethylenimine, polyvinylamine. polyallylamine. chitosan. amino group-having (meth)acrylate or acrylamlde polymers (e. 
g,, poly(dialkylamlnoethyl (meth)acrylates). poly(dialkylaminoethyl(meth)acrylamides). poly(dialkylaminopropyl (meth) 
acrylates). poly(dialkylaminopropyl(meth)acrylamides)) and their derivatives and copolymers with any other copolym- 
erizable rrionomer (for example, (meth)acrylates (e.g., methyl acrylate, methyl methacrylate, ethyl methacrylate, butyl 
methacrylate, hydroxyethy! methacrylate. 2-ethylhexyl methacrylate, stearyl methacrylate. trimethyl-2-methacryloy- 
55 loxyammonlum chloride, N.N-dimethyl-N-vlnylbenzylammonium chloride), and (meth)acry lam Ides (e.g.. acrylamide. 
methacrylamide. N-methylmethacrylamide. butylacrylamide, t-butylacrylamide). N-vlnylimidazole, N-vinylpyridine, N- 
vinylpyrrolidone. cyanoacrylates). Of those, especially preferred for use herein are polyvinylamine, polyallylamine and 
their derivatives. 



57 



BNSDOCID: <EP 1352754A2_L> 



li 



EP 1 352 754 A2 

[0363] Polyallylamine for use herein is a polymer prepared through polymerization of monoallylamine (including its 
salts). 

[0364] The polyallylannine and its derivatives for use herein may be any known ones. The derivatives include, for 
example, salts of polyallylannine with acid (in which the acid includes inorganic acids such as hydrochloric acid, sulfuric 
5 acid, phosphoric acid and nitric acid, organic acids such as m'ethanesulfonic acid, toluenesulfonic acid, acetic acid, 
propionic acid, cinnamic acid, (meth)acrylic acid, and their combinations; and only a part of allylamine may be converted 
into its salt), derivatives produced through polymer reaction of polyallylamine, and copolymers of polyallylamine with 
any other copolymerizable monomer (examples of the monomer are (meth)acrylates, styrenes, (meth)acrylamides, 
acrylonltrile and vinyl esters). 

10 [0365] Examples of polyallylamine and Its derivatives are described in JP-B 62-31 722, 2-1 4364, 63-43402. 63-43403, 
63-45721, 63-29881, 1-26362, 2-56365, 2-57084, 4-41686, 6-2780, 6-45649, 6-15592, 4-68622; Japanese Patents 
3,199.227. 3,008,369; JP-A 10-330427, 11-21321, 2OO0-281728, 2001-106736, 62-256801, 7-173286. 7-213897, 
9-235318, 9-302026. 11-21321 ; W099/2 1901 , W099/1 9372; JP-A 5-140213; and J P-T 1 1-606488. 
[0366] The polyvinylamine and its derivatives for use herein may be any known ones. For the derivatives of polyvl- 

^5 nylamlne, referred to are the derivatives of polyallylamine mentioned hereinabove. 

[0367] Examples of polyvinylamine and its derivatives are described in JP-B 5-35162. 6-35163, 5-35164, 6-88846; 
JP-A 7-118333, 2000-344990; and Japanese Patents 2,648,847, 2,661 ,677. 

[0368] For the catlonic polymer having any of primary, secondary or tertiary amino groups for use herein, especially 
preferred are polyaltylamine and lis derivatives. 

20 

(Water-soluble resin) 

[0369] Preferably, the colorant-receiving layer of the Inkjet recording sheet in the invention contains a water-soluble 

resin. 

[0370] For the details of the water-soluble resin, referred to are those described hereinabove in the section of the 
first aspect of the Invention. 

[0371 ] Above all, polyvinyl alcohol resin is preferred for the water-soluble resin. For the details of the polyvinyl alcohol 
resin, referred to are those described hereinabove in the section of the first aspect of the Invention. 
[0372] Examples of other water-soluble resins than polyvinyl alcohol resins that are also usable herein are the com- 
30 pounds described in JP-A 2001-205919. 2002-264489. and paragraphs [0011] to [0014] of JP-A 11-165461. 
[0373] One or more of these water-soluble resin may be used herein either singly or as combined. 
[0374] Preferably, the water-soluble resin content of the colorant-receiving layer in the invention is from 9 to 40 % 
by weight, more preferably from 12 to 33 % by weight of the total solid content of the layer. 

35 (Particles) 

[0375] For the particles for use in the third aspect of the invention, referred to are those described hereinabove in 
the section of the first aspect of the invention. 

^0 (Content ratio of particles to water-soluble resin) 

[0376] For the details of the content ratio of the particles to the water-soluble resin in the third aspect of the invention, 
referred to are those described hereinabove in the section of the first aspect of the invention. 

^5 (Crossllnking agent). 

[0377] For the crosslinking agent for use in the third aspect of the invention, referred to are those described herein- 
above in the section of the first aspect of the invention. 

50 (Mordant) 

[0378] In the colorant-receiving layer in the invention, the catlonic polymer that has at least any one of primary, 
secondary or tertiary amino groups may be combined with a polymer having a quaternary ammonium salt group except 
the catlonic polymer that has at least any of primary, secondary or tertiary amino group or with an inorganic mordant, 
S5 for improving the waterproofness and the bleeding resistance in storage of the images formed therein. 

[0379] One of the organic mordants and inorganic mordants may be used singly herein, or the two, organic and 
inorganic mordants may be combined. 

[0380] In the case where the catlonic polymer that has at least any one of primary, secondary or tertiary amino groups 



58 



BNSDOCID: <EP 



1352754A2_t_> 



10 



IS 



20 



25 



. . ER 1352, 754 A2 

Is combined with any other mordant in the invention, the blend ratio may be determined depending on the balance of 
the storability and the bleeding resistance of the layer. Preferably, the ratio of the cationic polymer that has at least any. 
one of primary, secondary or tertiary amino groups is at least 10 %, more preferably at least 20 % of the combined 
mordant. , -7. ^ 

[0381] The mordant may be added to the coating liquid A that contains particles and a Water-soluble resiri. . However, 
if it may interact with the particles, the mordant may be added to the coating liquid B. . / 
[0382] The examples a polymer having a quaternary ammonium salt group to be used with the cationic polymer are 
as per described in the section of the first aspect of the. invention. ^ \. 

[0383] the examples of the inorganic mordant are as per described in the section of the first aspect of the invention. 

(Otiher components) . . ■ 

;^ ' ;.: . 

[0384] For the other components that are optionally In the inkjet recording sheet In the third aspect of the invention, 
referred to are those described hereinabove in the section of the first aspect of the invention. 

(Support) 

[0385] For the details of the support for use in the third aspect of the invention, referred to are those described 
hereinabove in the section of the first aspect of the invention. 

(Fabrication of inkjet recording sheet) , -i 



[0386] Preferably, the colorant-receiving layer in the inkjet recording sheet in the invention is fomried by applying a 
first coating liquid (he re in after this will be referred to as "coating liquid (A3)") that contains at least particles and a water- 
soluble resin, onto a support, applying a second coating liquid (hereinafter this will be referred to as "coating liquid 
(B3)") that contains at least a mordant and has a pH of 7.1 or more, onto thjB coating layer either (1) simuUaneously 
with the coating or (2) while the formed coating layer is dried before It exhibits a falling rate of drying, and crosslinking 
and curing the coating layer having the second coating liquid applied thereonto (wet-on-wet method). The pH of coating 
liquid (B3) is preferably at least 7.5 and more preferably at least 8. In the method, the cationic polymer that has either 
30 any of primary, secondary or tertiary amino groups in the invention Is preferably in at least either of the coating liquid 
(A3) or the coating liquid (83). More preferably, the cationic polymer that has at least any of primary, secondary or 
tertiary amino groups is in the coating liquid (83). Also preferably, a crosslinking agent for crosslinking the waterrsoluble 
resin is also in at least either of the coating liquid (A3) or the coating liquid (83). 

[0387] Formation of thus the crosslinked and cured, colorant- receiving layer in the sheet is prefen-ed In. view of the 

35 ink absorbability and the cracking resistance of the layer. 

[0388] The above-mentioned embodiment is preferred since much mordant may be around the surface of the col- 
orant-receiving layer and the inkjet colorant may be fully mordanted by it to improve the waterproofness of the printed 
letters and images printed. A part of the mordant may also be in the coating liquid (A3). In this case, the 'mordant to 
be in the coating liquid (A3) and that to be in the coating liquid (83) may be the same or different. 

40 [0389] In the invention, the coating liquid {A3) for fomriing the colorant-receiving layer that contains at least particles 
(for example, fumed silica) and a water-soluble resin (e.g., polyvinyl alcohol) may be prepared, for example, as follows. 
[0390] Particles of fumed silica and a dispersant are added to water (for example, silica particles in water account 
for from 10 to 20 % by weight), dispersed therein with a high-revolution wet colloid mill (e.g.. M Technic's CLEAMIX). 
under a high revolution condition, for example, at 10,000 rpm (preferably from 5,000 to 20,000 rpm) for 20 minutes 

^5 (preferably from 10 to 30 minutes), then a crosslinking agent (boron compound) and an aqueous polyvinyl alcohol 
(PVA) solution are added thereto (for example, so that the amount of PVA added may be around 1/3 by weight of the 
fumed silica), and this Is dispersed under the same revolution condition as previously to prepare the intended coaling 
liquid for the colorant-receiving layer. Thus prepared, the coating liquid is In the form of a unifomi sol, and this is applied 
onto a support according to the coating method mentioned below, and dried to form thereon the Intended, porous 
- 50 colorant-receiving layer having a three-dimensional network stmcture. 

[0391] For preparing the aqueous dispersion of the above-mentioned fumed silica and dispersant, an aqueous dis- 
persion of the fumed silica is first prepared, and the resulting aqueous dispersion may be added to an aqueous solution 
of dispersant, or an aqueous solution of dispersant may be added to the aqueous dispersion of fumed silica, or they 
may be mixed all at a time. If desired, not the aqueous dispersion of fumed silica but the powdery fumed silica itself 

55 may be directly added to an aqueous solution of dispersant. 

[0392] After the fumed silica and the dispersant have been mixed, the resulting mixture is further dispersed by using 
a disperser to obtain an aqueous dispersion having a mean particle size of from 50 to 300 nm. For obtaining the 
aqueous dispersion, various conventional dispersing machines such as high-revolution dispersers, medium-assisted 
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stirring dispersers (e.g., ball mills, sand mills), ultrasonic dispersers. colloid mill dispersers and high-pressure dispersers 
may be used. In the invention, for efficiently dispersing lumps of particles that may be formed, stirring dispersers, colloid 
mill dispersers or high-pressure dispersers are preferably used. 

[0393] The solvent in each step may be any of water, organic solvents or their mixed solvents. The organic solvents 
5 usable for the coating operation are. for example, alcohols such as methanol, ethanol. n-propanol. i-propanol. meth- 
oxypropanol; ketones such as acetone, methyl ethyl ketone; and tetrahydrofuran. acetonltrile; ethyl acetate, toluene, 
etc. 

[0394] For the dispersant, usable are cationic polymers. The cationic polymers are, for example, those mentioned 
hereinabove for the mordant. For the dispersant, also preferred are silane coupling agents. ^ " ' 

10 [0395] The amount of the dispersant is preferably from 0.1 % to 30 %. more preferably from 1 % to 10 % of the 
particles. 

[0396] The coating liquid for the colorant- receiving layer may be applied onto the support in any known method. For 
It, for example^ usable is any of an extrusion die coater, an air doctor coater, a blade coater, a rod coater, aikriife coater, 
a squeeze coater. a reverse roll coater or a bar coater. 

15 [0397] While the colorant-receiving layer coating liquid (A3) is applied onto the support or after it has been applied 
thereon, the coating liquid (B3) is applied to the coating layer. The coating liquid (B3) may be applied thereto before 
the coating layer exhibits a falling rate of drying. In other words, after the colorant-receiving layer coating liquid (A3) 
has been applied onto the support, a mordant Is introduced into the coating layer while the coating layer shows a 
conslanl rale of drying, and the intended coloranl-receiving layer is favorably formed. 

20 [0398] "Before the coating layer exhibits a falling rate of drying" in the method is generally a period of a few minutes 
just after the coating of the coating liquid on the colorant-receiving layer. Within this period, the formed coating layer 
shows a constant rate of drying, namely, the solvent (dispersion medium) content of the coating layer decreases in 
proportion to time. The period in which a constant rate of drying is shown is described, for example, in Handbook of 
Chemical Engineering (pp. 707-71 2, by Maruzen Publishing, October 25, 1 980). 

25 [0399] As mentioned above, afterthe first coating liquid has been applied onto the support, it is dried until it exhibits 
a falling rate of drying. In general, the layer is dried at 50 to 1 80°C for 0.5 to 1 0 minutes (preferably for 0.5 to 5 minutes). 
Naturally varying depending on the amount of the coating liquid applied to the support, the range as above is suitable 
for the drying time. 

[0400] For applying the second coating liquid to the first coating layer before the first coating layer exhibits a falling 
30 rate of drying, for example. (1 ) the coating layer is further coated with the coating liquid (B3); (2) the coating liquid (B3) 
is sprayed on the layer; or (3) the support coated with the coating layer is dipped in the coating liquid (B3). 
[0401] For the method (1) of further coating the coating layer with the coating liquid (83), for example, any known 
coating method of using a curtain flow coater. an extrusion die coater. an air doctor coater, a blade coater a rod coater, 
a knife coater. a squeeze coater. a reverse roll coater or a bar coater may be utilized. However, it is desirable to utilize 
35 a method of using an extrusion die coater a curtain flow coater or a bar coater in which the coater is not brought into 
direct contact with the already-formed first coating layer 

[0402] Afterthe mordant solution (coating liquid (B3)) has been applied thereto, the coating layer is heated generally 
at 40 to 1 SO-^C for 0.5 to 30 minutes, and is thus dried and cured. Preferably, It is heated at 40 to 1 50*^0 for 1 to 20 
minutes. 

40 [0403] In the case where the mordant solution (coating liquid (B3)) is applied to the support at the same time that 
the colorant-receiving layer coating liquid (coating liquid (A3)) Is applied thereto, the two may be simultaneously applied 
to the support (in a mode of double-layer coating) so that the colorant-receiving layer coating liquid (coating liquid (A3)) 
is just above the support, and then the coating layer is dried and cured to be the Intended colorant-receiving layer 
[0404] The simultaneous coating (double-layer coating) may be effected, for example, according to a coating method 

45 using an extrusion die coater or a curtain flow coater Afterthe simultaneous coating, the coating layer fomned is dried. 
In this case, the coating layer is heated and dried generally at 40 to 1 50^*0 for 0.5 to 1 0 minutes. Preferably, It Is heated 
and dried at 40 to 100°C for 0.5 to 5 minutes. 

[0405] In the case where the simultaneous coating (double-layer coating) Is effected, using an extrusion die coater, 
the two coating liquids jetted out through the die at the same time are layered at around the outlet of the extrusion die 

so coater, namely, before they reach the support, and they are layered on the support in that condition. The coating liquids 
thus layered before they reach the support are readily crosslinked at the interface between the two liquids when they 
reach the support, and the two liquids are mixed at around the outlet of the extrusion die coater and are often thickened 
to interfere with the coating operation. Therefore, in the simultaneous coating method as above, it is desirable that a 
barrier layer coating liquid (interlayer coating liquid) is made to exist between the colorant-receiving layer coating liquid 

55 (coating liquid (A3)) and the mordant solution (coating liquid (83)) to fomi three layers at the same time. 

[0406] The barrier layer coating liquid is not specifically defined. For example, it may be an aqueous solution con- 
taining a minor water-soluble resin, or water The water-soluble resin serves as a tackifier and is selected in consider- 
ation of its coatability. For it, for example, polymers such as cellulosic resins (e.g.. hydroxypropylmethyl cellulose. 
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methyl cellulose, hydroxyethylmethyl cellulose), polyvinylpyrrolidone and gelatin are usable. Incidentally, the above- 
mentioned mordant may be added to the barrier layer coating liquid. ; ^ , .ninrant- 
r04071 For the details of the calendering treatment of the colorant-receiving layer, the thickness of the col^orant 
receiving layer, the pore size of the colorant-receiving layer, the transparency of the colorant-receiving layer, the dis- 
5 persion of polymer particles optionally added to the constitutive layers of the inkjet recording sheet and the method of 
fabricating the inkjet recording sheet in the third aspect of the invention, referred to are those descnbed hereinabove 
in the section of the first aspect of the invention. 

<lnkjet recording method> 

"* [0408] For the modes of the inkjet recording method of the third aspect of the invention, referred to are those described 
hereinabove in the section of the first aspect of the invention. 
[0409] Next descrtoed is the fourth aspect of the invention. 

J5 <|nkjet recording lnk> 

[041 0] The Inkjet recording ink for use in the fourth aspect of the invention is the same as that for use in the first 
aspect thereof described hereinabove. 

20 <inkjet recording sheet>,. 

(Composition of inkjet recording sheet) 

r041 1] The inkjet recording sheet in this aspect has a colorant-receiving layer on a support, and the colorant-rGceiying 
25 layer contains a quaternary ammonium salt cationic polymer having at least one aromatic group in a partial structu re 

[0412?" Depending on the mordant to be combined with it. dye may often too much aggregate to undesirably lower 
the density of the image formed of it. Basically the same shall apply to any and every dye of high fastness having a 
specific oxidation potential. In the invention, a specific dye is confined with a specific cationic polymer. or tm ^. a 
30 quaternary ammonium salt cationic polymer having an aromatic group in its partial structure '"j^e colorant- ece.v ng 
layer in the inkjet recording sheet, and the layer gives a color Image of high density with the dye therein still having 

[0°413r Regarding the type of the aromatic group therein, the quaternary ammonium salt cationic polymer used in 
the. invention preferably has any of phenyl, phenylene. naphthyl or naphthylene group in its partial structure, more 
35 preferably a phenyl or phenylene group therein. ,^ . i_«,«K=tKoe 

r041 4] As the starting materials for it are readily available, the quaternary ammonium salt cationic polymer that has 
an aromatic group in its partial structure used in the invention preferably has an aryl S'-^^Pf 

fn its partial structure. More preferably. It has a benzyl bond, a phenethyl bond, a cnnamyl bond or a diphenylmethyl 
bond in its partial structure, even more preferably a benzyl bond therein. 
40 [041 5) Concretely, the quatemary ammonium salt cationic polymer that has an aromatic group n its partial s ructure 
used in the invention preferably has at least one unit represented by the following general fomiulae (III) to (V). 
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-f-CHg-e-^ 




General Formula (III) 



50 "^CH2*Nf-R^^ 



[0416] In general formula (III). R^^ represents a hydrogen atom or an alkyi group having from 1 to 4 cart>on atoms; 
R22 to R24 each independently represent an aliphatic group or an aromatk: group; and X" represents an anionic group. 
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31 



-fCH2-(H- 



C-O 



R 



,32 



Z— Y— N— R 



.33 



>34 



General Formula (IV) 



[0417] In general formula (IV), R31 represents a hydrogen atom or an alkyi group having from 1 to 4 carbon atoms; 
R32 represents an aromatic group or an aromatic group-substituted alkyI group; R^^ and R^^ each Independently rep- 
resent an aliphatic group or an aromatic group; Z*" represents -O- or -NH-; represents a divalent linking group; and 
X' represents an anionic group. 




N— Z-N-CH2 yj General Formula (V) 

X' X" 



[0418] In general formula (V). R^^ to R^ each independently represent a hydrogen atom or an aliphatic group; 
represents a divalent linking group; X" represents an anionic group; and R^"" and R*^^ or R^2 and may bond to 
each other to fonn an alkylene group. The alkytene group preferably has from 1 to 10 carbon atoms, more preferably 
from 2 to 4 carbon atoms. 

[0419] The aliphatic group for R22 to R24, R33. R34^ and R41 to R^^ includes, for example, an alkyI group, an alkenyl 

group, an alkynyl group, and an aralkyi group. These groups may be further substituted. Of those, preferred are an 

alkyI group, a substituted alkyI group, an alkenyl group, a substituted alkenyl group, an aralkyi group, and a substituted 

aralkyi group; and more preferred are an alkyI group and a substituted alkyI group. 

[0420] The aliphatic group may be linear or cyclic, and the linear aliphatic group may be branched. 

[0421 ] The alkyI group includes linear, branched and cyclic alkyI groups, preferably having from 1 to 30 carbon atoms, 

more preferably from 1 to 20 carbon atoms. The preferred range of the number of the carbon atoms to fonm the alkyI 

group may apply to the alkyI moiety of the substituted alkyI group. 

[0422] Examples of the alkyI group are methyl, ethyl, propyl, butyl, pentyl. hexyl, octyl. 2-ethylhexyl. t-octyl. decyl, 
dodecyl, octadecyl, cyclohexyl, cyclopentyl, neopentyl, isopropyl and isobutyl groups. 

[0423] Substituents of the substituted alkyI group include a carboxyl group, a sulfo group, a cyano group, a halogen 
atom (e.g., fluorine atom, chlorine atom, bromine atom), a hydroxyl group, an alkoxycarbonyl group having at most 30 
carbon atoms (e.g., methoxycarbonyl group, ethoxycarbonyl group, benzyloxycarbonyl group), an aryloxycarbonyl 
group having at most 30 carbon atoms (e.g., phenoxycarbonyl group), an alkylsulfonylaminocarbonyl group having at 
most 30 carbon atoms (e.g., methylsuifonylaminocarbonyl group, octylsulfonylaminocarbonyl group), an arylsulfoylaml- 
nocarbonyl group (e.g., toluenesulfonylaminocarbonyi group), an acylaminosulfonyl group having at most 30 carbon 
atoms (e.g., benzoylaminosulfonyl group, acetylaminosulfonyl group, plvaloylaminosulfonyl group), an alkoxy group 
having at most 30 carbon atoms (e.g., methoxy group, ethoxy group, benzyloxy group, phenoxyethoxy group, phenethy- 
loxy group), an aryllhio group having at most 30 carbon atoms, an alkylthio group (e.g., phenyllhio group . methyllhio 
group, ethylthio group, dodecylthio group), an aryloxy group having at most 30 carbon atoms (e.g.. phenoxy group, p- 
tolyloxy group, 1 -naphthoxy group, 2-naphthoxy group), a nitro group, an alkyI group having at most 30 carbon atoms, 
an alkoxycarbonyloxy group (e.g.. methoxycarbonyloxy group, stearyloxycarbonyloxy group, phenoxyethoxycarbony- 
loxy group), an aryloxycarbonyl oxy group (e.g., phenoxycarbonyloxy group, chlorophenoxycarbonyloxy group), an acy- 
loxy group having at most 30 carbon atoms (e.g., acetyloxy group, propionyioxy group), an acyl group having at most 
30 carbon atoms (e.g., acetyl group, propionyl group, benzoyl group), a carbamoyl group (e.g., carbamoyl group, N, 
N-dimethylcarbamoyI group, morpholinocarbonyl group, piperidinocarbonyl group), a sulfamoyi group (e.g.. sulfamoyi 
group, N,N-dimethylsulfamoyI group, morpholinosulfonyl group, piperidinosulfonyl group), an alkylsulfonyl group hav- 
ing at most 30 carbon atoms (e.g. , methylsulfonyl group, trifluoromethylsulfonyl group, ethylsulfonyl group, butylsulfonyl 
group, dodecylsulfonyl group), an arylsulfonyl group (e.g., benzenesulfonyl group, toluenesulfonyl group, naphthale- 
nesulfonyl group, pyridinesulfonyl group, quinolinesulfonyl group), an aryl group having at most 30 carbon atoms (e. 
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g.. phenyl group, dichlorophenyl group, toluyl group, methoxyphenyl group, diethylaminophenyl group, acetylami- 
. • nophenyl group, methoxycarbonylphenyl group, hydroxyphenyl group, t-octylphenyl group, naphthyl group), a substi- 

tuted amino group (e.g., amino group, alkylamino group, dialkylannino group, arylamino group, diarylamino group, 
acylamino group), a substituted phosphono group (e.g., phosphono group, diethylphosphono group, diphenylphospho- 
5 no group), a heterocyclic group (e.g., pyridyl group, quinolyl group, furyl group, thienyl group, tetrahydrofuryl group, 
pyrazolyl group. Isoxazolyl group, isothiazolyl group, imidazolyl group, oxazolyl group, thiazolyl group, pyridazyl group, 
pyrimidyl group, pyrazyl group, triazolyl group, tetrazolyl group, benzoxazolyl group, benzimidazolyl group, isoquinolyl 
group, thiadiazolyl group, morpholino group, piperidino group, piperazino group, indolyl group, isoindolyl group, thlo- 
morpholino group), an ureido group (e.g.. methylureido group, dimethylureldo group, phenylureido group), a sulfa- 
10 moylamino group (e.g., dlpropylsulfannoylamlno group), an alkoxycarbonylamino group (e.g., ethoxycarbonylamino 
group), an aryloxycarbonylamino group (e.g. , phenyloxycarbonylamino group), an alkylsulfinyl group (e.g., methylsulfi- 
nyh group), an arylsulfinyl group (e.g., phenylsulflnyl group), a silyl group (e.g., trimethoxysilyl group, triethoxysilyl 
group), a sllyloxy group (e.g., trimethylsilyloxy group), etc. 

[0424] The above-mentioned carboxyl group, sulfo group, hydroxyl group and phosphono group may form salts. For 
15 the cation to form the salts, preferred are organic cationic compounds, transition metal-coordinated complex cations 
(e.g., compounds described in Japanese Patent 2,791,143) or metal cations (e.g., Na-^. K+, Li+, Ag-^, Fe^-^, Fe^*, Cu+, 
Cu2+, Zn2+. A|3+. 1/2Ca2+). 

. [0425] The organic cationic compounds include, for example, quaternary ammonium cations, quaternary pyrldlnlum 
cations, quatemary quinolinium cations, phosphonium cations, iodonium cations and sulfonium cations. 
20 [0426] The alkenyl group includes linear, branched and cyclic alkenyl groups, preferably having from 2 to 30 carbon 
atoms, more preferably from 2 to 20 carbon atoms. The preferred range of the number of the carbon atoms ^to form 
the alkenyl group may apply to the alkenyl moiety of the substituted alkenyl group. 

[0427] Examples of the alkenyl group are vinyl group, allyl group, prenyl group, geranyl group, oleyl group, cycloalke- 
nyl group (e.g.. 2-cyclopenten-1-yl group, 2-cyclohexen-1-yl group), bicyclo[2,2,1]hopt-2-en-1-yl group. bicyclo[2,2,2] 
25 oct-2-en-4-yl group. 

[0428] For the substituents of the substituted alkenyl group, referred to are the same as those mentioned hereinabove 
for the substituted alkyi group. 

[0429] The alkynyl group includes linear, branched and cyclic alkynyl groups, preferably having from 2 to 30 carbon 
atoms, more preferably from 2 to 20 carbon atoms. The preferred range of the number of the carbon atoms to fomn 
30 the alkynyl group may apply to the alkynyl moiety of the substituted alkynyl group. 

[0430] Examples of the alkynyl group are ethynyl group, propargyl group, trimethylsilylethynyf group, etc. 
[0431] For the substituents of the substituted alkynyl group, referred to are the same as those mentioned hereinabove 
for the substituted alkyI group. 

[0432] The aralkyi group includes linear, branched and cyclic aralkyi groups, preferably having from 7 to 36 carbon 
35 atoms, more preferably from 7 to 25 carbon atoms. The preferred range of the number of the carbon atoms to fomn 
the aralkyi group may apply to the aralkyi moiety of the substituted aralkyi group. 

[0433] Examples of the aralkyi group are benzyl group, phenethyl group, methylbenzyl group, octylbenzyl group, 
dodecylbenzyl group, hexadecylbenzyl group, dimethylbenzyl group, octyloxybenzyl group, octadecylaminocarbonyl- 
benzyl group, chlorobenzyl group, etc. ( 
40 [0434] For the substituents of the substituted aralkyi group, referred to are the same as those mentioned hereinabove 
for the substituted alkyI group. 

[0435] The aromatic group for R22 to and R32 to R^^ includes, for example, an aryl group and a substituted aryl 
group. The aryl group preferably has from 6 to 30 carbon atoms, more preferably from 6 to 20 carbon atoms. The 
pref en-ed range of the number of the carbon atoms to fomi the aryl group may apply to the aryl moiety of the substituted 
45 aryl group. 

[0436] Examples of the aryl group are phenyl group, a-naphthyl group, p-naphthyl group, etc, 
[0437] The aromatic group may be substituted. For the substituents of the substituted aromatic group, referred to 
are the same as those mentioned hereinabove for the substituted alkyI group. 

[0438] For the aromatic group-substituted alkyI group for R^2^ referred to are the same as those mentioned herein- 
- .50 above for the aralkyi group for R22, 

[0439] In general formulae (III) to (V), the anionic group for X" includes, for example, a halide ion (e.g., chloride ion, 
bromide ion, iodide ion), a sulfonate ion (e.g., benzenesulfonate ion, paratoluenesulfonate ion, methanesulfonate ion, 
trifluoromethanesulfonate ion), an ethylsulfate ion, a 1 ,5-disulfonaphthalene dianion, PFg', BF^ and a perchlorate ion. 
Especially preferred are a halide ion and a sulfonate ion. X" may be a substituent that is in any substitutable position 
55 of the cation site of fonnulae (III) to (V), and, in this case, the compounds of fomiulae (III) to (V) fomn internal salts. 
[0440] The divalent linking group for Y** is preferably at least one atom or atomic group of caribon, nitrogen, sulfur 
and oxygen atoms. Concretely, its preferred examples are an alkylene group (e.g., methylene, ethylene, propylene, 
butylene, pentylene), an arylene group (e.g.. phenylene, naphthylene), an alkenylene group (e.g.. ethenylene. prope- 
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nylene) and an alkynylene group (e.g., propynylene). These may be repeatedly bonded via an oxygen atom, a sulfur 
atom or a substituted amino group. The substltuents of the divalent group may be further substituted. For the substlt- 
uents of the substituted divalent group, refen^ed to are the same as those mentioned hereinabove for the substituted 
alkyi group. More preferably, substltuents of the divalent group is an alkylene group having from 1 to 12 carbon atoms, 

5 an arylene group having from 6 to 1 8 carbon atoms, or an alkenylene group having from 2 to 12 carbon atoms. 

[0441] The divalent linking group for is preferably at least one atom or atomic group of carbon, nitrogen, sulfur 
and oxygen atoms. Concretely, Its preferred examples are an alkylene group (e.g., methylene, ethylene, propylene, 
butylene, pentylene), an arylene group (e.g., phenylehe, naphthylene), an alkenylene group (e.g.. ethenylene, prope- 
nylene) and an alkynylene group (e.g., propynylene). These may be repeatedly bonded via an oxygen atom, a sulfur 

10 atom or a substituted amino group. The sbbstituents of the divalent group may be further substituted. For the substlt- 
uents of the substituted divalent group ."referred to are the same as those mentioned hereinabove for the substituted 
alkyI group. More preferably, substltuents of the divalent group Is an alkylene group having from 1 to 1 2 carbon atoms, 
an arylene group having from 6 to 1 8 carbon atoms, or an alkenylene group having from 2 to 12 carbon atoms. 
[0442] The polymers having at least one unit of formulae (III) and (IV) may be copolymers with any other ethylenic 

IS unsaturated group-having monomer. 

[0443] The copolymerizable monomer Includes, for example, (meth)acrylates (e.g., methyl acrylate, methyl meth- 
acrylate. ethyl methacrylate, butyl methacrylate, hydroxyethyl methacrylate, 2-ethylhexyl methacrylate, stearyl meth- 
acrylate, trlmethyl-2-methacryloyloxyammonlum chloride, dimethylaminoethyl methacrylate), (meth)acrylamldes (e.g., 
acrylamide, methacrylamide, N-methyiacrylamide, bulylacrylamlde. t-butylacrylamlde), N-vinyl Imidazole, N-vlnylpyri- 

20 dine, N-vlnylpyrrolldone and cyanoacrylates. 

[0444] Preferably, the quaternary ammonium salt cationic polymer used In the invention has at least one unit of 
formula (III). 

[0445] Serving as a mordant for dye, the quaternary ammonium salt cationic polymer is in the colorant-receiving 
layer in the invention. In the case where the colorant-receiving layer contains particles and Is porous, the polymer may 
also serve as a flocculatlon Inhibitor for the particles. 

[0446] The weight-average molecular weight of the quatemary ammonium salt cationic polymer used In the Invention 
is preferably at most 200,000, more preferably from 1 ,000 to 1 00,000 in view of the Ink absorbability of the layer that 
contain the polymer. 

[0447] Examples of the quatemary ammonium salt cationic polymer used in the Invention that contains the unit of 
30 formula (III) are (1-1) to (1-12) mentioned below; those of the polymer that contains the unit of formula (IV) are (2-1) 
to (2-8); and those of the polymer that contains the unit of formula (V) are (3-1 ) to (3-4). 
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[0448] Another embodiment of the quaternary ammonium salt cationic polymer used in the invention, which has at 
least one aromatic group in its partial structure, has at least one unit represented by the following general fomiula (VI): 
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[0449] In general formula (VI), R^i and R^s each represent a hydrogen atom or an alky! group having from 1 to 4 
carbon atoms; H^, and Rss each represent an alkyi group; 2^ has the same meaning as that of Z2 in fomnula (V); 
has the same meaning as that of In formula (IV); X* has the same meaning as in formula (III); and x and y each 

indicate an integer of 1 or more. 

[0450] In formula (VI), the quaternary ammonium salt site does not have an aromatic group. However, the polymer 
that has al least one unit of formula (VI) is copolymerized with slyrene, and the slyrene moiety therein is recognized 
as the aromatic group of the copolymer 

[0451] In formula (VI), x is preferably from 1 0 to 90. more preferably from 20 to 80 per the total monomer units of 1 00. 
[0452] Examples of the compounds of formula (VI) are mentioned below. 
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(Water-soluble resin) 

30 [04531 Preferably, the colorant-receiving layer in the Inkjet recording sheet In the invention contains a water-soluble 

resin. u • *+u 

[0454] For the details of the water-soluble resin, referred to are those mentioned hereinabove in the section of the 

first aspect of the invention. 

[04551 Above all. polyvinyl alcohol resins are preferred for the water-soluble resin for use herein. For examples of 
35 polyvinyl alcohol, referred to are the ones described In the publications mentioned hereinabove in the section of the 
first aspect of the invention. 

[04561 Examples of other water-soluble resins than polyvinyl alcohol resins that are also usable herein are the com- 
pounds described in JP-A 2001-205919, 2002-264489, and paragraphs [0011] to [0014] of JPy\ 11-165461. 
[04571 One or more of these water-soluble resins may be used herein either singly or as combined. 
40 [04581 The water-soluble resin content of the colorant-receiving layer in the invention Is preferably from 9 to 40 % 
by weight, more preferably from 12 to 33 % by weight of the total solid content of the layer. 

(Particles) 

45 [04591 For the particles for use In the fourth aspect of the Invention, referred to are those described hereinabove in 
the section of the first aspect of the invention. 

(Content ratio of particles to water-soluble resin) 

[0460] For the details of the content ratio of the particles to the water-soluble resin in the fourth aspect of the invention, 
referred to are those described hereinabove in the section of the first aspect of the invention. 

(Crosslinking agent) 

55 [0461] For the crosslinking agent for use in the fourth aspect of the invention, referred to are those described here- 
inabove in the section of the first aspect of the Invention. 



so 
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(Mordant) 

[0462] In the invention, the colorant-receiving layer contains a quaternary cationic polymer that has at least one 
aromatic group in its partial structure. If desired, the cationic polynner may be combined with any other type of cationic 

5 polymer than the quaternary cationic polynier that has at least one aromatic group in its partial structure or with an 
inorganic mordant. In this case, the blend ratio of the compounds may be determined depending on the balance of the 
image storabllity (fastness to light and ozone) and the bleeding resistance. Preferably, In the mixture, the blend ratio 
of the q uaternary cationic polymer that has at least one aromatic group in its partial structure is at least 1 0 % by weight, 
more preferably at least 20 % by weight. 

10 [0463] Also, the cationic polymer may be combined with those described in the first aspect of the invention, that is, 
an organic cationic polymer that does not have an aromatic group or an inorgan|c rnordant. 

[0464] The mordant may be added to the coating liquid A that contains particles and a water-soluble resin. However, 
in the case where the mordant may react with the particles In the liquid to form aggregates, it may be added to the 
coating liquid B. 

15 [0465] The cationic polymer that may be combined with the quaternary cationic polymer having an aromatic group 
in its partial structure is, for example, a polymer that has a primary to tertiary amino group or an quaternary ammonium 

salt group not having an aromatic group in its partial structure. 

[0466] For the polymer mordant that may be combined with the quaternary cationic polymer, preferred are homopol- 
ymers of a monomer having a primary to tertiary amino group or lis sail or a quaternary ammonium base not having 
20 an aromatic group in Its partial structure (mordant m6nomer)7and copolymers or polycondensates of the mordant 
monomer with any other monomer (hereinafter referred to as "non-mordant monomer"). These polymer mordants may 
be used In any form of water-soluble polymers or water-dispersible latex particles. 

[0467] The monomer (mordant monomer) includes, for example, quaternates of N,N-dimethylaminoethyl (meth)acr- 
ylate, N,N-diethylaminoethyl (meth)acrylate, N.N-dimethylaminopropyl (meth)acrylate, N,N-diethylaminopropyl (meth) 
25 acrylate, N,N-dimethylaminoethyl(meth) acrylamide, N,N-diethylaminoethyl(meth)acrylamide, N.N-dimethylaminopro- 
pyl(meth)acrylamide, N,N-diethylaminopropyl(meth)acrylamide with methyl chloride, ethyl chloride, methyl bromide, 
ethyl bromide, methyl iodide or ethyl iodide; and their sulfonates, alkylsulfonates, acetates or alkylcarboxylates derived 
from them through anion substitution. 

[0468] Concretely, for example, they include monomethyldiallylammonium chloride. trimethyl-2-(methacryloyloxy) 
30 ethylammonium chloride, triethyl-2-(methacryloyloxy)ethylammonium chloride. trimethyl-2-(acryloyloxy)ethylammoni- 
um chloride, triethyl-2-(acryloyloxy)ethylammonium chloride, trimethyl-3-(methacryloyloxy)propylammonium chloride, 
triethyl-3-(methacryloyloxy)propylammonium chloride. trimethyl-2-(methacryloylamino)ethylammonium chloride, trie- 
thyl-2-(methacryloylamino)ethylammonium chloride, trimethyl-2-(acryloylamino)ethyiammonium chloride, triethyl- 
2-{acryloylamino)ethylammonrumchloride,trimethyl-3-(methacryloylamino)propylammoniumchloride,triethyl-3-(meth- 
35 acryloylamino)propylammoniumchloride,trimethyl-3-(acryloylamino)propylammoniumchloride,triethyl-3-(acryloylami- 
no)propylammonium chloride, N,N-dimethyl-N-ethyl-2-(methacryloyloxy)ethylammonium chloride, N,N-diethyl-N-me- 
thyl-2-(methacryloyloxy)ethylammonium chloride, N,N-dimethyl-N-ethyl-3-(acryloylamino)propy!ammonium chloride, 
trimethyl-2-(methacryloyloxy)ethylammonium bromide, trimethyl-3-(acryloy(amino)propylammonium bromide, trime- 
thyl-2-(methacryloyloxy)ethylammonium sulfonate, trimethyl-3-(acryloylamino)propylammonium acetate. 
40 [0469] In addition, N-vinylimidazole and N-vinyl-2-methylimidazole, etc. are also copolymerizable monomers for use 
herein. 

[0470] Also usable are allylamine. diallylamine and their derivatives and salts. Examples of the compounds are al- 
lylamine, allylamine hydrochloride, allylamine acetate, allylamine sulfate, diallylamine, diallylamine hydrochloride, di- 
allylamine acetate, diallylamine sulfate, diallylmethylamine and its salts (e.g.. its hydrochloride, acetate, sulfate), dial- 
43 lyiethylamine and Its salts (e.g. , Its hydrochloride, acetate, sulfate) and diallyldimethylammonlum salt (its counter anion 
Includes chloride, sulfate and acetate ions). These allylamine and diallylamine derivatives are pooriy polymerizable 
when they are in the form of free amines. In general, therefore, their salts are polymerized and the resulting polymers 
are optionally desalted. 

[0471] Further, units of N-vinylacetamide or N-vinylfomnamide may also be used, and the polymers fornied are hy- 
50 drolyzed to fomn vinylamlne units, and they may be further converted into their salts for use herein. 

[0472] The non-mordant monomer does not contain a basic or cationic moiety of primary to tertiary amino groups 
and their salts or quaternary ammonium bases, and does not interact with dye in Inkjet ink or substantially interacts 
little with it. 

[0473] The non-mordant monomer includes, for example, alkyi (meth) aery lates; cycloalkyi (meth)acrylates such as 
55 cyclohexyl (meth)acrylate; vinyl esters such as vinyl acetate, vinyl propionate, vinyl versatate; ally! esters such as allyl 
acetate; halogen-containing monomers such as vinylidene chloride, vinyl chloride; vinyl cyanides such as (meth)acry- 
lonitrile; and olefins such as ethylene, propylene. 

[0474] Of the alkyI (meth)acry lates, those in which the alkyI moiety has from 1 to 18 carbon atoms are preferred. 
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They include, for example, methyl (meth)acrylate, ethyl {meth)acrylate, propyl (meth)acrylate, isopropyl (meth)acrylate, 
n-butyl (meth)acrylate, isobutyl (meth)acrylate, t-butyl (meth)acrylate, hexyl (meth)acrylate, octyl (melh)acrylate, 
2-ethylhexyl {meth)acrylate, lauryl (meth)acrylate, stearyl (meth)acrylate. 

[0475] Of those, more preferred are methyl acrylate. ethyl acrylate, methyl methacrylate. ethyl mettiacrylate and 
5 hydroxyethyl methacrylate. 

[0476] One or more of the non-mordant monomers may be used singly or as combined. 

[0477] Other preferred examples of the catlonic polymer are polydiallyldimethylammonium chloride, polymethacry- 
loyloxyethyl-p-hydroxyethyldimethylammonlum chlopde, polyethylenimlne, polyallylamine and its derivatives, polya- 
mide-polyamine resin, cationated starch, dicyandiamide-formalin condensate, dimethyl-2-hydroxypropylammonium 
10 salt polymer, polyamidine, polyvinylamine; dicyan cationic resins such as typically dicyandiamide-formalin polyconden- 
sate; polyamine catlonic resins such as typically dicyandlamide-diethylenetriamine polycondensate: epichlorohydrin- 
dimethylamine addition polymer, dimethyldiallylammonium chloride-S02 copolymer, diallylamine salt- SOg copolymer, 
and (meth)aciylate-containing polymer that has a quaternary ammonium base-substituted alkyi group In the ester 
moiety. 

15 [0478] For the Inorganic mordant usable in the fourth aspect of the Invention, referred to are those mentioned here- 
inabove in the section of the second aspect of the invention. 

(Other components) 

20 [0479] For the other components that may be optionally In the Inkjet recording sheet in the fourth aspect of the 
invention, referred to are those mentioned hereinabove in the section of the first aspect of the invention. 

(Support) 

25 [0480] For the support in the fourth aspect of the invention, referred to are those mentioned hereinabove in the 
section of the first aspect of the Invention. 

(Fabrication of Inkjet recording sheet) 

30 [0481] In the invention, the colorant-receiving layer may befonned on the Inkjet recording sheet in any known coating 
method, not specifically defined. For it, for example, usable is any of an extrusion die coater, an air doctor coater a 
blade coater, a rod coater, a knife coater, a squeeze coater. a reverse roll coater or a bar coater. One or more colorant- 
receiving layers may be formed on the sheet, having a single-layered or multi-layered structure. In addition, the sheet 
may additionally have an ink solvent absorbent layer, an interlayer a protective layer and others. In the invention, the 

35 inorganic mordant may be in every colorant-receiving layer or around the ink-receiving face of the sheet. 

[0482] For example, it is desirable that the colorant-receiving layer is formed by applying a first coating liquid (here- 
inafter this will be referred to as "coating liquid (A4)") that contains at least particles and a water-soluble resin, onto a 
support, applying a second coating liquid (hereinafter this will be referred to as "coating liquid (B4)") that contains at 
least a mordant and has a pH of 7.1 or more, onto the coating layer either (1 ) simultaneously with the coating or (2) 

40 while the coating layer formed is dried but before it exhibits a falling rate of drying, and crosslinking and curing the 
coating layer having the second coating liquid applied thereonto (wet-on-wet method). The pH of the coating liquid 
(B4) is preferably at least 7.5 and more preferably at least 8. In the method, the inorganic mordant to be In the colorant- 
receiving layer in the invention is preferably in at least either of the coating liquid (A4) or the coating liquid (B4). It is 
more preferably in the coating liquid (A4). Also preferably, a crosslinking agent for crosslinking the water-soluble resin 
is In at least either of the coating liquid (A4) or the coating liquid (B4). 

[0483] Forming the crossllnked and cured, colorant-receiving layer In the sheet is preferred in view of the ink ab- 
sorbability and the cracking resistance of the layer. 

[0484] In thefourth aspect of the invention, the coating liquid (A4) forfonning the colorant-receiving layerthat contains 
at least particles (for example, fumed silica) and a water-soluble resin (e.g., polyvinyl alcohol) may be prepared, for 
* so example, as in the third aspect of the invention described hereinabove. 

[0485] For the details of the aqueous dispersion of the fumed silica and dispersant, the solvent and the dispersant 
In each step, the method of applying the colorant-receiving layer coating liquid onto the support, the method of drying 
the first coating liquid, the method of applying the second coating liquid before the first coating layer exhibits a falling 
rate of drying, the method of simultaneously coating the two layer (double layer coating) and the liquid for the barrier 
55 layer in the fourth aspect of the Invention, referred to are those described hereinabove in the section of the third aspect 
of the invention. 

[0486] In addition for the details of the calendering treatment of the colorant-receiving layer, the thickness of the 
colorant-receiving layer, the pore size of the colorant-receiving layer, the transparency of the colorant-receiving layer. 
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the dispersion of polymer pj^rticles optionally added to the constitutive layers of the Inkjet recording sheet and the 
method of fabricating the Inkjet recording sheet in the fourth aspect of the Invention, referred to are those described 
hereinabove in the section of the first aspect of the invention. 

5 <lnkjet recording method> 

[0487] For the modes of the Inkjet recording method of the fourth aspect of the invention, referred to are those 
described hereinabove in the section of the first aspect of the invention. 

10 EXAMPLES 

[0488] Examples of the first aspect of the invention are described below, to which, however, the Invention is not 
limited. In the Examples, "part" is by weight. 

IS Example 1 : 

(Preparation of aqueous ink) 

[0489] Deionized water was added to the following ingredients to make 1 liter, and stirred for 1 hour under heal at 
20 30 to 40'C. Next, Its pH was made 9 with 10 mol/liter of KOH added thereto, and this was filtered under reduced 
pressure through a 0.25 ^.m-mlcrof liter to prepare light magenta ink. 



[0490] The dye and the additives were varied, and magenta ink, light cyan ink. cyan ink. yellow ink and black ink 
were prepared to produce an ink set 101 as in Table 1 . 



30 



2S 



Magenta dye (T-1) of the following structural formula 

Diethylene glycol 

Urea 

Glycerin 

Triethylene glycol monobutyl ether 
2-Pyrrolidone 

SURFINOL 465 (surfactant by Air Products Japan, Inc.) 

Triethanolamine 

Benzotrlazole 

PROXEL XL-2 (microbiclde by ICI Japan) 



7.5 g/liter 
50 g/liter 
10 g/llter 
200 g/liter 
120 g/llter 
20 g/liter 
10.6 g/liter 
6.9 g/liter 
0.08 g/liter 
3.5 g/liter 
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45 
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(T-4) 



10 



(H4NO)2-|' 
O 




C2H5O 



15 



20 



(T-5) 



H4NOOC 



H4NOOC 



OH 




2S 



30 



(T-6) 



/ Vn= 



HzNOOC 



PC2H5 



C2H50 H4N03S 



OH 
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45 
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[0491] Next, the dye in each ot the light magenta, magenta, light cyan, cyan and yellow inks of the ink set 101 was 
varied as in Table 2 to produce ink sets 102 to 106. In changing it, the dye was so controlled that its amount could be 
equimolar to each other, and the dye concentration was so controlled that the transmission density of every ink could 
be the same as that in the ink set 101 . In combining them, the dyes were mixed in a ratio of 1/1 by mol. 

Table 2 



Ink Set 


Light Magenta 


Magenta 


Light Cyan 


Cyan 


Yellow 


101 


T-1 


T-1 


T-2 


T-2 


T-3 


102 


T-1 


T-1 


C-10 


C-10 


T-3 


103 


M-11 


M-11 


T-2 


T.2 


T-3 


104 


M-11 


M-11 


C-10 


C-10 


T-3 


105 


M-10 


M-10 


C-40 


C-40 


Y-4 


106 


M-6 


M-3 


C-42 


C-40 


Y-24 Y-26 



(Formation of support) 

[0492] In a double disc refiner, wood pulp of 1 00 parts of LBKP was beaten to a degree of Canadian f reeness of 300 
ml, and 0.5 parts of epoxybehenamide, 1 .0 part of anionic poly aery lamide, 0.1 parts of polyamidopolyamine-epichlo- 
rohydrin and 0.5 parts of cationic polyacrylamide, all In ternns of the ratio by weight to the absolute dry weight of the 
pulp, were added to it. Using a Fourdrinier paper machine, this was metered and made into base paper of 170 g/m^. 
[0493] To control its surface size, the base paper was dipped In an aqueous 4 % polyvinyl alcohol solution containing 
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0.04 % of a fluorescent brighfener (WHITEX BB by Sumitomo Chemical Co.. Ltd.) so that the sizing agent infiltrated 
Into the base paper could be 0.5 g/m^ in terms of the absolute dry weight, then dried, and calendered. Thus processed, 
the base paper had a controlled density oM .05 g/cc. 

[0494] The wire-contacted surface (back surface) of the base paper was treated with corona discharge, and then 
5 coated with high-density polyethylene of 19 ^m thick, using a melt extruder. A mat resin layer was thus formed on the 
back surface of the base paper (the resin-coated surface is hereinafter referred to as the "back" of the base paper). 
The back resin layer was treated with corona discharge, and an aqueous dispersion of antistatic agent, aluminium 
oxide (ALUMINA SOL 100 by Nissan Chemical Industries. Ltd.) and silicon dioxide (SNOWTEX O by Nissan Chemical 
Industries, Ltd.) in a ratio of 1/2 by weight, was applied thereto to form a layer having a dry weight of 0.2 g/rr?. 
10 [0495] Further, the felt surface (face) not coated with the resin layer was treated with corona discharge, and low- 
density polyethylene containing 1 0 % of anatase-type titanium dioxide, minor ultramarine and 0.01 % (relative to pol- 
yethylene) of a fluorescent brightener and having MFR (melt flow rate) of 3.8 was melt-extruded onto it, using a melt 
extruder, to form a layer having a thickness of 29 ^m. A glossy thermoplastic resin layer was thus fomied on the face 
of the base paper to complete a support (the glossy surface is hereinafter referred to as the "face" of the support). 

15 

(Preparation of coating liquid A1 for colorant-receiving layer) 

[0496] In the composition mentioned below, (1) fumed silica particles, (2) ion-exchanged water and (3) SHALLOL 
DC-902P were mixed, and dispersed for 20 minutes using KD-P (by Shinmaru Enterprises) at 10,000 rpm. Then, a 
20 solution containing the following (4) polyvinyl alcohol, (5) boric acid, (6) poiyoxyethylene lauryl ether and (7) ion-ex- 
changed water was added to it, and further dispersed for 20 minutes at 10,000 rpm to prepare a coating liquid A1 for 
colorant-receiving layer. 

[0497] The ratio by weight of the silica particles to the water-soluble resin. PB ratio (1 )/(4) was 4.5/1 , and the coating 
liquid A1 was acidic, having a pH of 3.5. 

25 

<Composition of coating liquid A1 for colorant- receiving layer> 
[0498] 

30 (1 ) Fumed silica particles (inorganic particles) (Tokuyama's REOLOSIL QS-30 having an average primary particle 

diameter of 7 nm) 10,0 parts 

(2) Ion-exchanged water 51 .7 parts 

(3) Polydimethyldiallylamine quaternary ammonium salt (SHALLOL DC-902P by Daiichi Kogyo Selyaku Co. Ltd.) 
0.8 parts 

35 (4) Aqueous solution of 8 % polyvinyl alcohol (water-soluble resin) (PVA1 24 by Kuraray Co.. Ltd., having a degree 

of saponification of 98.5% and a degree of polymerization of 2400) 27.8 parts 

(5) Boric acid (crosslinking agent) 0.4 parts 

(6) Poiyoxyethylene lauryl ether (surfactant) (EMULGEN 109P by Kao Corporation, aqueous 10 % solution, having 
HLB of 13.6) 1.2 parts 

40 (7) Ion-exchanged water 33.0 parts 

(Preparation of coating liquid A2 for colorant-receiving layer) 

[0499] A coating liquid A2 for colorant-receiving layer was prepared In the same manner as in preparing the coating 
^5 liquid A1 . except for further adding 1 .4 parts of zirconyl acetate (ZIRCOSOL ZA-30 by Daiichi KIgenso Kagaku Kogyo 
Co., Ltd, aqueous 30 % solution). 

(Preparation of coating liquid A3 for colorant- receiving layer) 

so [0500] A coating liquid A3 for colorant-receiving layer was prepared in the same manner as In preparing the coating 
liquid A1, except for further adding 1.0 part of basic zirconyl chloride (ZIRCOSOL ZC-2 by Daiichi Kigenso Kagaku 
Kogyo Co.. Ltd.), 

(Preparation of coating liquid A4 for colorant-receiving layer) 

55 

[0501] A coating liquid A4 for colorant-receiving layer was prepared In the same manner as in preparing the coating 
liquid A1 , except for further adding 0.8 parts of aluminium chloro hydrate (Al2(OH)5CI, aqueous 40 % solution), and 
using polyvinyl alcohol PVA235 (by Kuraray Co., Ltd., having a degree of saponification of 88 % and a degree of 
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polymerization of 3500) instead of polyvinyl alcohol PVA1 24. 
(Preparation of coating liquid A5 for colorant-receiving layer) 

5 [0502] A coating liquid A5 for colorant-receiving layer was prepared In the same manner as in preparing the coating 
liquid A1 , except for further adding 0.4 parts of aluminium chloro hydrate (Al2(OH)5CI. aqueous 40 % solution). 

(Preparation of coating liquid A6 for colorant-receiving layer) 

10 [0503] A coating liquid A6 for colorant-receiving layer was prepared In the same manner as in preparing the coating 
liquid A1 . except for further adding 0.2 parts of titanium lactate and 0.7 parts of aluminium chloro hydrate (Al2(OH)5CI. 
aqueous 40 % solution). 



15 



20 



(Preparation of coating liquid A7 for colorant-receiving layer) 

[0504] A coating liquid A7 for colorant-receiving layer was prepared in the same manner as in preparing the coating 
liquid A1 , except for further adding 0.4 parts of lanthanum nitrate. 

(Preparation of coaling liquid AS for colorant-receiving layer) 

[0505] A coating liquid AB for colorant-receiving layer was prepared in the same manner as in preparing the coating 
liquid A1 , except for further adding 1 .0 part of methacrylate quatemary ammonium salt (SHALLOL DM-283P by Daiichi 
Kogyo Seiyaku Co. Ltd.). ' ! 

25 (Preparation of coating liquid A9 for colorant- receiving layer) 

[0506] A coating liquid A9 for coiorant-receiving layer was prepared in the same manner as in.preparing the coating 
liquid A1 . except for changing the amount of polydimethyldiallylamine quatemary ammonium salt (SHALLOL DC-902P 
by Daiichi Kogyo Seiyaku Co. Ltd.) to 1 .6 parts instead of 0.8 parts. 



30 



- so 



(Preparation of coating liquid A10 for colorant-receiving layer) 



[0507] A coating liquid A1 0 for colorant-receiving layer was prepared in the same manner as in preparing the coating 
liquid A1 . except for further adding 1 .0 part of polydimethyldiallylamine quatemary ammonium salt (PAS-A-1 by Nitto 
35 Boseki Co., Ltd.). 

(Preparation of coating liquid A11 for colorant-receiving layer) 

[0508] A coating liquid A1 1 for colorant-receiving layer was prepared in the same manner as in preparing the coating 
40 liquid A1 , except for further adding 1 .0 part of polydimethylmethylenepiperidinium chloride quatemary ammonium salt 
(ADEKATHIOACE PD-50 by Asahi Denka Co. Ltd.). 

(Fabrication of Inkjet recording sheet) 

45 [0509] The face of the support was treated with corona discharge. Using an extrusion die coater, any of the coating 
liquids A1 to A11 prepared above was applied to it to a thickness of 200 ml/m2 (coating step). Thus coated, this was 
dried with a hot air drier at 80»C (hot air speed: 3 to 8 m/sec) to make the coating layer have a solid conlenl of 20 %^ 
Through the process, Inkjet recording sheets (A1) to (A11) were fabricated, in which the colorant- receiving layer had 
a dry thickness of 32 )xm. 



(Image recording and evaluation) 



[0510] Each of the ink sets 101 to 106 is filled into a cartridge of an Inkjet printer, PM 950C (by Seiko Epson Corp.). 
Using the printer with the ink-filled cartridge therein, an image is printed on the Inkjet recording sheets (A1) to (A11) 
55 coated with the coating liquids A1 to A11 . respectively, and evaluated as follows. 
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<lmage stabllity> 



[0511] Gray print samples are produced with every ink set and evaluated for the image stability in the manner men- 
tioned below. 

1. Lightfastness (light resistance): 



10 



[0512] Immediately after printed, the chromatlcity (a*1 , b*1) and the lightness (LI) of the image are measured with 
Gretag's SPM1 00-11. Then, the image is exposed to xenon light (85,000 luxes) for 7 days, using a weather meter of 
Atlas, and its chromaticity (a*2, b*2) and lightness (L2) are again measured. The color difference (AE) before and after 
exposure to light is obtained according to the following numerical formula (1): 



15 



20 



AE = {(a*1 - a*2)^ + (b*1 - b*2)^ + (LI - L2)^)'''^ 



(I) 



[0513] The color difference is obtained at different three points having a reflection density of 1.0, 1.3 or 1.6. The 
samples of which the color difference is lower than 5 at every point are indicated as A; those of which the color difference 
is lower than 5 at some points but not lower than 5 at some other points are indicated as B; and those of which the 
color difference is not lower than 5 at every point are indicated as C. 

2. Ozone resistance: 



25 



30 



35 



40 



45 



so 



55 



[0514] The samples are stored in a box having a predetermined ozone gas concentration of 0.5 ppm, for 7 days. 
The color difference of each sample before and after the storage is obtained in the same manner as that for the light- 
fastness. Thus tested, every sample is evaluated for the dye retention at different three points having a reflection 
density of 1 .0, 1 .3 or 1 ,6. The samples of which the color difference is lower than 10 at every point are indicated as A; 
those of which the color difference is lower than 10 at some points but not lower than 10 at some other points are 
indicated as B; and those of which the color difference is not lower than 1 0 at every point are indicated as C. The ozone 
gas concentration in the box is controlled by using an ozone gas monitor, Applies' Model OZG-EM-01 . 
[0515] All the above test results are given in Table 3 below. 

Table 3 



Ink Set 


InkJet Recording Sheet 


Light Resistance 


Ozone Resistance 


Remarks 


101 


(A1) 


C 


C 


comparison 


102 


(A1) 


C 


C 


comparison 


103 


(A1) 


C 


c 


comparison 


104 


(A1) 


B 


B 


comparison 


105 


(A1) 


B 


B 


comparison 


106 


(A1) 


B 


B 


comparison 


101 


(A2) 


C 


C 


comparison 


102 


(A2) 


C 


C 


comparison 


103 


(A3) 


B 


C 


comparison 


104 


(A4) 


A 


A 


the Invention 


105 


(A5) 


A 


A 


the invention 


106 


(A6) 


A 


A 


the Invention 


105 


(A7) 


A 


A 


the invention 


105 


(A8) 


B 


B 


comparison 


105 


(A9) 


B 


B 


comparison 


105 


(A10) 


B 


B 


comparison 
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Table 3 (continued) 



10 



15 



20 



25 



Ink Set 


Inkjet Recording Sheet 


Light Resistance 


Ozone Resistance 


Remarks 


105 


(AID 

1 1 


B 


B 


comparison 



[0516] It is confinned from Table 3 that the examples of the Inkjet recording method of the invention give images of 
good light resistance and ozone resistance, as compared with the comparative examples. In addition, the images 
formed according to the method of the examples of the invention were found good in point of all the bleeding resistance, 
the waterproof ness, the heat resistance, the glossiness, the ink absorption and the image density. 

Example 2: 

[0517] The same ink as that produced in Example 1 was charged into an Inkjet printer BJF900 (by Canon Inc.). with 
which an image was printed on the Inkjet recording sheet (A4). This was evaluated In the same manner as in Example 
1 , and it gave the same result as in Example 1 . 

Example 3: 

[0518] An ink set 201 was prepared in the same manner as in the ink set 101 in Example 1 . except for using oil- 
soluble dye inks of light magenta, magenta, light cyan, cyan and yellow dyes prepared in the manner mentioned below. 
[0519] 8 g of a dye (M-24) and 60 g of a surfactant (EMAL 20C by Kao Corporation) were dissolved in 6 g of a high- 
boiling-point organic solvent (S-1), 10 g of a high-boiling-point organic solvent (S-2), 1 .0 g of an additive (A-1) and 50 
ml of ethyl acetate at 70*»C. With stirring with a magnetic stirrer, 500 ml of deionized water was added to the resulting 
solution to prepare a coarse, oil-in-water dispersion. 

[0520] The structural formulae of the high-boiling-point organic solvents (S-1) and (S-2) and the additive (A-1) are 
shown below. 




(S-2) 



40 



CHg 



0=P--OCH2CHCH2CCH3 



CH3 CH3 



45 



(A-1) 



SO 




PsHiiW 



CsHiiW 



55 



[0521 J Next, the coarse dispersion was fined down by passing It five times through a microfluidizer (by Microfluidex 
Inc.) under a pressure of 60 MPa. Further, the resulting emulsion was evaporated for solvent removal by using a rotary 
evaporator until it gave no more odor of ethyl acetate. 
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[0522] 140 g of diethylene glycol, 64 g of glycerin and other additives such as urea were added to the thus-obtained 
fine emulsion of hydrophobic dye, and delonized water was added thereto to make 1 liter. Then, this was controlled to 
have a pH of 9 with 10 mol/liter of KOH added thereto. Thus prepared, this is light magenta ink as in Table 4. The 
volume-average particle size of the emulsion ink was measured with MICROTRACK UPA (by Nikkiso Co., Ltd.), and 
was 40 nm. 

[0523] . The dye and Its amount, the high-boiling-point organic solvents and their amount, and the additives and their 
amount were varied, to prepare magenta ink, light cyan ink, cyan ink and yellow ink as In Table 4. This is the ink set 
201 . The data in Table 4 Indicate the final composition after solvent removal. 
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[0524] Next, the dye in each ink of the Ink set 20 1 was varied as In Table 5 to produce ink sets 202 to 204. In changing 
it, the dye was so controlled that its amount could be equinnolar to each other, and the dye concentration was so 
controlled that the transmission density of every Ink could be the same as that in the ink set 201 . 

Table 5 



Ink Set 


Light Magenta 


Magenta 


Light Cyan 


Cyan 


Yellow 


201 


M-24 


M-24- 


C-22 


C-22 


Y-30 


202 


M-21 


M-21 


C-22 


C-22 


Y-30 


203 


M-23 


M-24 


C-24 


C-24 


Y-34 


204 


M-24 


M-24 


C-37 


C-37 


Y-35 



(Image recording and evaluation) 

[0525] Each of the ink sets 201 to 204 is filled Into a cartridge of an Inkjet printer, PM 950C (by Seiko Epson Corp.). 
Using the printer with the Ink-filled cartridge therein, an image is printed on the above-mentioned, colorant-receiving 
layer-having Inkjet recording sheets, and evaluated as follows. 

cimage stability> 

[0526] Gray print samples are produced with every Ink set and evaluated for the image stability In the manner men- 
tioned below. 



25 



30 



1 . LIghtfastness (light resistance): 

[0527] Immediately after printed, the chromaticity (a*1 , b*1 ) and the lightness (LI ) of the Image are measured with 
Gretag's SPMI 00-11. Then, the image is exposed to xenon light (85,000 luxes) for 7 days, using a weather meter of 
Atlas, and its chromaticity (a*2, b*2) and lightness (L2) are again measured. The color difference (AE) before and after 
exposure to light is obtained according to the following numerical formula (I): 



35 



40 



45 



so 



55 



AE = {(a*1 - a*2y + (b*1 - b*2)'' + {L1 - L2f) 



2,1/2 



(I) 



[0528] The color difference is obtained at different three points having a reflection density of 1 .0, 1 .3 or 1.6, The 
samples of which the color difference is lower than 5 at every point are Indicated as A; those of which the color difference 
is lower than 5 at some points but not lower than 5 at some other points are indicated as B; and those of which the 
color difference is not lower than 5 at every point are Indicated as C. 

2. Ozone resistance: 

[0529] The samples are stored in a box having a predetemriined ozone gas concentration of 0.5 ppm, for 7 days. 
The color difference of each sample before and after the storage is obtained in the same manner as that for the light- 
fastness. Thus tested, every sample Is evaluated for the dye retention at different three points having a reflection 
density of 1 .0, 1 .3 or 1 .6. The samples of which the color difference is lower than 1 0 at every point are indicated as A; 
those of which the color difference is lower than 10 at some points but not lower than 10 at some other points are 
indicated as B; and those of which the color difference is not lower than 1 0 at every point are indicated as C. The ozone 
gas concentration in the box is controlled by using an ozone gas monitor. Applies' Model OZG-EM-01. 
[0530] All the above test results are given in Table 6 below. 

Table 6 



Ink Set 


Inkjet Recording Sheet 


Light Resistance 


Ozone Resistance 


Remarks 


101 


(A1) 


C 


C 


comparison 


102 


(A1) 


C 


C 


comparison 


103 


(A1) 


C 


c 


comparison 
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Table 6 (continued) 



Ink Set 


Inkjet Recording oneei 


1 inht Rp^l^tance 


Ozone Resistance 


Remarks 


201 


(A4) 


A 


A 


the invention 


202 


(A4) 


A 


A 


the invention 


203 


(A4) 


A 


A 


the invention 


204 


(A3) 


A 


A 


the invention 



[0531 1 It is confirmed from Table 6 that the examples of the Inkjet recording method of he 

good Ight resistance and ozone resistance, as compared with the comparative examples. In ^^.^^ "l^^"^ 
fom,ed according to the method of the examples of the invention were found good m every P°'"t °< j^^^'^^^'^S 
resistance the waterproof ness. the heat resistance, the glossiness, the ink absorption and the image densjy. 
S Examples oTtho second aspect of the invention are described bo.ow. to which, however, the mvent.on is not 
limited. In the Examples, "part" and "%" are by weight. 

Example 4: 

(Preparation of aqueous ink) 

[0533] Aqueous inks were prepared in the same manner as in Example 1 that demonstrates the first aspect of the 
invention, and the ink sets as in Table 2 above were produced. 

(Formation of support) 

[0534] AsupportwasfomiedinthesamemannerasinExamplelthatdemonstratestheflrstaspectoftheinvention. 
(Preparation of coating liquid B1 for colorant-receiving layer) 

[0535] in the composition mentioned below. (1 ) fumed alumina particles. (2) ion-exchanged water and (3) SHALLOL 
DC-902P were mixed and dispersed for 20 minutes using KD-P (by Shinmaru Enterprises) a 10 000 -P-y^ Then a 
solutiofcontSn^gtheJolb^^^^^ (4) polyvinyl alcohol. (5) boric acid. (6) polyoxyethylene '-n^'/^^- ^^"'^^ ^^d 3" f^^^ 
Changed water was added to It. and further dispersed for 20 minutes at 1 0.000 rpm to prepare a coating liquid B1 for 
colorant-receiving layer. 

<Composition of coating liquid B1 for colorant-receiving layer> 
[0536] 

(1 ) Fumed alumina particles (ALUMINIUM OXIDE C by Nippon Aerosil Co.. Ltd.. having an average primary particle 
diameter of 1 0 nm) 1 0.0 parts 

(2) Ion-exchanged water 61.7 parts Seiyaku Co. 

(3) Polydimethyldiallylamine quaternary ammonium salt (SHALLOL DC-902H oy uancni rxogyu y 

('i?iqueou?soSn of 8 o/o polyvinyl alcohol (water-soluble resin) (PVAi 24 by Kuraray Co.. Ltd.. having a degree 
of saponification of 98.5 % and a degree of polymerization of 2400) 27.8 parts 

HLBof13.6) 1.2 parts 

(7) Ion-exchanged water 33.0 parts 

(Preparation of coating liquid B2 for colorant-receiving layer) 

[0537] A coating liquid 82 for colorant-receiving layer was prepared In the same manner as in preparing the coating 
liquid 81, except for omitting SHALLOL DC-902R 
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(Preparation of coating liquid B3 for colorant-receiving layer) 

[0538] A coating liquid B3 for colorant-receiving layer was prepared in the same manner as in preparing the coating 
liquid B1, except for using polyvinyl alcohol PVA235 (by Kuraray Co., Ltd.. having a degree of saponification of 88 % 
and a degree of polymerization of 3500) instead of polyvinyl alcohol PVA124, 

(Preparation of coating liquid B4 for colorant-receiving layer) 

[0539] A coating liquid B4 for colorant-receiving layer was prepared In the same manner as In preparing the coating 
liquid B1, except for changing the fumed alumina particles to fumed silica particles (REOLOSIL QS-30 by Tokuyama 
Corp., having an average primary particle diameter of 7 nm), 

(Preparation of coating liquid B5 for colorant-receiving layer) 

[0540] An alumina hydrate was prepared with reference to the method described in the Examples in Japanese Patent 
3,085,746, and Its dispersion having a solid content of 10 % was prepared. The dispersion of 10 % alumina hydrate 
thus prepared was used herein. 15 parts of an aqueous 8 % polyvinyl alcohol (PVA235 by Kuraray Co., Ltd.) solution 
was mixed with 100 parts of the alumina hydrate dispersion. Using NAMOMIZER LA31 (by Nanomizer Inc.), the re- 
sulting mixlure was processed twice under a pressure of 500 kg/m^. The resulting dispersion is coaling liquid B5 for 
colorant-receiving layer. 

(Preparation of coating liquid B6 for colorant-receiving layer) ^ " ' 

[0541] An alumina hydrate was prepared with reference to the method described in the Examples in JP-A 
2000-247022, and its dispersion having a solid content of 1 0 % was prepared. The dispersion of 1 0 % alumina hydrate 
thus prepared was used herein. 15 parts of an aqueous 8 % polyvinyl alcohol (PVA235 by Kuraray Co., Ltd.) solution 
was mixed with 100 parts of the alumina hydrate dispersion. Using Nanomizer LA31 (by Nanomizer Inc.), the resulting 
mixture was processed twice under a pressure of 500 kg/m2. The resulting dispersion is coating liquid B6 for colorant- 
receiving layer. 

(Fabrication of Inkjet recording sheet) 

[0542] The face of the support was treated with corona discharge. Using an extrusion die coater, any of the coating 
liquids B1 to 86 prepared above was applied to It to a thickness of 200 ml/m^ (coating step). Thus coated, this was 
dried with a hot air drier at 80*C (hot air speed: 3 to 8 m/sec) to make the coating layer have a solid content of 20 %. 
Through the process, Inkjet recording sheets (B1) to (B6) were fabricated, in which the colorant-receiving layer had a 
dry thickness of from 32 to 36 ftm. 

(Image recording and evaluation) 

[0543] Each of the ink sets 1 01 to 1 06 is filled Into a cartridge of an Inkjet printer. PM 950C (by Seiko Epson Corp.). 
Using the printer with the ink-filled cartridge therein, an image is printed on the Inkjet recording sheets (B1) to (B6) 
coated with the coating liquids B1 to B6, respectively, and evaluated as follows. 

<lmage stabllity> 

[0544] The image stability was evaluated In the same manner as in Example 1 that demonstrates the first aspect of 
the invention. 

[0545] All the test results are given in Table 7 below. 



Table 7 



Ink Set 


Inkjet Recording Sheet 


Light Resistance 


Ozone Resistance 


Remarks 


101 


(B4) 


C 


C 


comparison 


102 


(B4) 


C 


C 


comparison 


103 


(B4) 




C 


comparison 
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Table 7 (continued) 



Ink Set 


Inkjet Recording Sheet 


Light Resistance 


Ozone Hesisiance 


rici 1 ICll rVo 


104 


(B4) 


B 


D 

. D 


r» /MTi r\ £1 r i c r> n 
uompai loui 1 


105 


(B4) 


B 


D 




106 


(B4) 


B 


B 


cornpanson 


101 


(B1) 


C 


C 


comparison 


102 


(B2) 


C 


C 


comparison 


103 


(B5) 


B 


c 


comparison 


104 


(B1) 


A 


A 


the invention 


105 


(B2) 


A 


A 


the invention 


106 


(B3) 


A 


A 


the invention 


105 


(B5) 


A 


A 


the invention 


105 


(BB) 


A 


A 


the invention 



[0546] The combination of the ink set and the Inkjet recording sheet of tl.e ^-^^r^^;^.^^^^^^^^^ 

of the bleeding resistance, the waterproof ness. the heat resistance, the glossmess. the .nk absoipt.on and the .mage 

density, as compared with the comparative examples. 

Example 5: 

r05471 The same ink as that produced in Example 4 was charged into an Inkjet printer BJF900 (by Canon Inc.). wrth 
SanlrJage warprlnL on'the Inkjet recording sheet (B5). This was evaluated in the same manner as ,n Example 
4, and it gave the same result as in Example 4. 

Example 6: 

[05481 in the same manner as in Example 3 that demonstrates the first aspect of th. invention, oil-soluble dye inks 
were prepared and the ink sets as in Table 5 above were produced. 

(Image recording and evaluation) 

r05491 Each of the ink sets 201 to 204 is filled Into a cartridge of an Inkjet printer. PM 950C (by Seiko EP^O" CorpO^ 
She p" tfr wrtSe" ^ cartridge therein, an image is printed on the above-mentioned, coiorant-rece.v.ng 
layer-having inkjel recording sheets, and evaluated as follows. 

<lmage stability> 

[0550] The image stability was evaluated in the same manner as in Example 3 that demonstrates the first aspect of 
the Invention. 

[0551] All the test results are given in Table 8 below. 



Ink Set 


Inkjet Recording Sheet 


Light Resistance 


Ozone Resistance 


Remarks 


101 


(B4) 


C 


C 


comparison 


102 


(B4) 


C 


C 


cornpanson 


103 


(B4) 


C 


C 


comparison 


201 


(B1) 


A 


A 


the invention 


202 


(B2) 


A 


A 


the invention 


203 


(B5) 


A 


A 


the invention 
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Table 8 (continued) 



Ink Set 


Inkjet Recording Sheet 


Light Resistance 


Ozone Resistance 


Remarks 


204 


(B6) 


A 


A 


the Invention 



55 



[0552] The combination of the Ink set and the Inkjet recording sheet of the Invention gave good results in every point 
of the bleeding resistance, the waterproofness. the heat resistance, the glossiness, the Ink absorption and the image 
density, as compared with the comparative examples. 

[0553] Examples of the third aspect of the invention are described below, to which, however, the invention is not 
limited. In the Examples, "part" is by weight. 

Example 7: 

(Preparation of aqueous ink) 

[0554] Aqueous inks were prepared in the same manner as in Example 1 that demonstrates the first aspect of the 
invention, and the ink sets as in Table 2 above were produced, 

(Formation of support) 

[0555] A support was formed in the same manner as in Example 1 that demonstrates the first aspect of the invention. 
(Preparation of coating liquid C1 for colorant-receiving layer) 

[0556] in the composition mentioned below, (1) fumed silica particles, (2) ion-exchanged water and (3) SHALLOL 
DC-902P were mixed, and dispersed for 20 minutes using KD-P (by Shinmaru Enterprises) at 10.000 rpm. Then, a 
solution containing the following (4) polyvinyl alcohol. (5) boric acid. (6) polyoxyethylene lauryl ether and (7) ion-ex- 
changed water was added to it. and further dispersed for 20 minutes at 10.000 rpm to prepare a coating liquid C1 for 
colorant- receiving layer. 

[0557] The ratio by weight of the silica particles to the water-soluble resin. PB ratio (1 )/(4) was 4.5/1 . and the coating 
liquid C1 was acidic, having a pH of 3.5, 



< 



Composition of coating liquid CI for colorant-receiving layer> 
[0558] 

(1 ) Fumed silica particles (Inorganic particles) (Tokuyama's REOLOSIL QS-30 having an average primary particle 
diameter of 7 nm) 10.0 parts 

(2) Ion-exchanged water 51 .7 parts 

(3) SHALLOL DC-902P (aqueous 52 % solution) (quaternary ammonium salt, by Daiichi Kogyo Seiyaku Co Ltd ) 
0.8 parts 

(4) Aqueous solution of 8 % polyvinyl alcohol (water-soluble resin) (PVA124 by Kuraray Co.. Ltd., having a degree 
of saponification of 98.5 % and a degree of polymerization of 2400) 27.8 parts 

(5) Boric acid (crosslinking agent) 0.4 parts 

(6) Polyoxyethylene lauryl ether (surfactant) (EMULGEN 1 09P by Kao Corporation, aqueous 10 % solution havino 
HLB of 13.6) 1.2 parts ' ^ 

(7) Ion-exchanged water 33.0 parts 

<Fabrlcatlon of Inkjet recording sheet> 
(Inkjet recording sheet (CI)) 

[0559] The face of the support was treated with corona discharge. Using an extrusion die coater, the coating liquid 
CI prepared above was applied to It to a thickness of 200 ml/m2 (coating step). Thus coated, this was dried with a hot 
air drier at 80°C (hot air speed: 3 to 8 m/sec) to make the coating layer have a solid content of 20 %. Through the 
process, an Inkjet recording sheet (CI) was fabricated, in which the colorant-receiving layer had a dry thickness of 32 
|xm. 
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(Inkjet recording sheet (C2)) 

roBSOl The face of the support was treated with corona discharge. Using an extrusion die coater, the coating liquid 
C1 pJLyed ^ove was appL to It to a thickness of 200 m^m^ (coating step). Thus coated, this was dned wi h a hot 
5 2 JriefrsoSot air speed- 3 to 8 m/sec) to make the coating layer have a solid content of 20 %. Dunng th.8 stage 
tl CO t^g ayei wlrin rconstan period. Immediately after this, the -^^f -PP^^^^^^^ 

mordant solution C2 having the composition rr^entioned below for 30 ^"^.^^^ 

rorre::rsrn°::^::rc^^^^^^^^^ 

10 of 32 |im. 

<Composltion of mordant coating liquid C2> 

[0561] 

IS 

(1 ) Boric acid (crosslinking agent) 0.65 parts , x oc nortc 

(2) Aqueous solution of 10 % polyallylamine. PAA-IOC (mordant, by NItto Boseki Co.. Ltd.) 25 parts 

(3) Ion-exchanged water 61 .5 parts 

(4) Ammonium chloride (surface pH-conlrolling agent) 0.8 parts ^^..^i^n havina 

(5) Pdyoxyethylene lauryl ether (surfactant) (EMULGEN 1 09P by Kao Corporation, aqueous 2 % solution, havmg 

^Aqie^^^^^^^^ 
2.0 parts 

25 (Inkjet recording sheet (C3)) 

[0562] A mordant solution C3 was prepared in the same manner as that for the mordant solution C2 except for using 
25 oarts of an aqueous 10% solution of polyallylamine PAA-03 (mordant, by N.tto Bosek. Co.. LW ) instead o P^- 
Toc Z S recording sheet (C3) was fabricated in the same manner as that for the mkjet recordmg sheet (C2). 
30 except for using the mordant solution C3 instead of the mordant solution C2. 

(Inkjet recording sheet (C4)) 



40 



(Inkjet recording sheet (C5)) 



[0564] An Inkjet recording sheet (C5) was fabricated in the same manner as that for the Inkjet recording sheet (C2). 
except for using the coating liquid C4 instead of the coating liquid C1 . 



(Inkjet recording sheet (C6)) 



ro5651 A mordant solution C5 was prepared In the same manner as that for the mordant solution C2. except f or using 

SO 

(Image recording and evaluation) 

r05661 Each of the ink sets 1 01 to 1 06 is filled into a cartridge of an Inkjet printer. PM 950C (by Seiko EP^o" CorpO- 
5\he pnmS w^h the ink-filled cartridge therein, an image is printed on the Inkjet recording sheets (C1) to (C6). 
55 and evaluated as follows. 
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<lmage stability> 

[0567] The image stability is evaluated In the same manner as In Example 1 that demonstrates the first aspect of 
the invention. 

5 

<lmage density> 

[0568] A solid image of magenta (M). cyan (C) and black (Bk) is printed on each Inkjet recording sheet. After left for 
3 hours as such, the reflection density of the printed surface of each sheet is measured with a reflection densitometer 
10 Xrite's Xrite 938. 

[0569] Thus tested, the image Is evaluated for each color. The reflection density of magenta is evaluated as folios: 

1.15 or more: A 
1.05 or more and less than 1.15: B 
15 less than 1 .05: C 

[0570] The reflection density of cyan is evaluated as follows: 

0.5 or more: A 
20 0.55 or more and less than 0.6: B 
less than 0.55: C 

[0571 J The reflection density of black is evaluated as folios: 

?5 2.25 or more: A 
2.15 or more and less than 2.25: B 
less than 2.15: C 

(Glossiness of black Image) 



[0572] A black image is printed on each Inkjet recording sheet to have a reflection density of 2.0, and its surface 
glossiness Is measured. Concretely, using a digital angle-varying glossmeter (UGV>5D of Suga Test Instruments Co., 
Ltd., having an orifice for measurement of 8 mm), the glossiness of the surface of the black Image is measured at 60** .' 
The glossiness is evaluated as follows: 



30 



35 



66 or more: 

55 or more and less than 65: 
less than 55: 



A 
B 
C 



40 



[0573] Those having a higher degree of glossiness are better. 
[0574] All the test results are given in Table 9 below. 
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[0575] The combination of the ink set and the inkjet recording sheet of the invention gave good results In every point 
of the bleeding resistance, the waterproof ness, the heat resistance and the ink absorption. 

Example 8: 

[0576] The same Ink as that produced in Example 7 was charged into an inkjet printer BJF900 (by Canon Inc.). with 
which an image was printed on the inkjet recording sheet (C2). This was evaluated in the same manner as in Example 
7, and it gave the same result as in Example 7. 

Example 9: 

[0577] In the same manner as in Example 3 that demonstrates the first aspect of the invention, oil-soluble dye inks 
were prepared and the ink sets as in Table 5 above were produced. 

(Image recording and evaluation) 

[0578] Each of the ink sets 201 to 204 Is filled into a cartridge of an inkjet printer, PM 960C (by Seiko Epson Corp.). 
Using the printer with the Ink-filled cartridge therein, an Image is printed on the above-mentioned, colorant-receiving 
layer-having Inkjet recording sheets, and evaluated as follows. 

<lmage stability> 

[0579] The Image stability was evaluated in the same manner as In Example 3 that demonstrates the first aspect of 

the invention. 

[0580] All the test results are given in Table 1 0 below. 



Table 10 



Ink Set 


Inkjet Recording Sheet 


Light Resistance 


Ozone Resistance 


Remarks 


101 


(CI) 


C 


C 


comparison 


102 


(C1) 


C 


C 


comparison 


103 


(CI) 


C 


C 


comparison 


201 


(C2) 


A 


A 


the invention 


202 


(C2) 


A 


A 


the invention 


203 


(C2) 


A 


A 


the invention 


204 


(C2) 


A 


A 


the invention 



[0581] In addition, the combination of the ink set and the inkjet recording sheet of the invention gave solid images 
of magenta and cyan of high reflection density, as compared with the comparative combination. 
[0582] Examples of the fourth aspect of the invention are described below, to which, however, the invention is not 
limited. In the Examples, "part" and are by weight. 

Example 10: 

(Preparation of aqueous ink) 

[0583] Aqueous Inks were prepared in the same manner as in Example 1 that demonstrates the first aspect of the 
invention, and the Ink sets as in Table 2 above were produced. 

(Formation of support) 

[0584] A support was f onned in the same manner as In Example 1 that demonstrates the first aspect of the invention. 
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(Preparation of coating liquid D 1 for colorant-receiving layer) 

[0585] In the composition mentioned below, (1) fumed silica particles. (2) ion-exchanged water and (3) SHALLOL 
DC-902P were mixed, and dispersed for 20 minutes using KD-P (by Shinmaru Enterprises) at 10.000 rpm. Then, a 
5 solution containing the following (4) polyvinyl alcohol. (5) boric acid. (6) polyoxyethylene lauryl ether and (7) Ion-ex- 
changed water was added to It. and further dispersed for 20 minutes at 10,000 rpm to prepare a coating liquid D1 for 
colorant-receiving layer. 

[0586] The ratio by weight of the silica particles to the water-soluble resin, PB ratio (1 )/(4) was 4,5/1 . and the coating 
liquid D1 was acidic, having a pH of 3.5. 

10 

<Composition of coating liquid D1 for colorant-receiving Iayer> 
[0587] 

15 (1 ) Fumed silica particles (inorganic particles) (Tokuyama's REOLOSIL QS-30 having an average primary particle 

diameter of 7 nm) 10.0 parts 

(2) Ion-exchanged water 51 .7 parts 

(3) Polydlmethyldlallylamine quaternary ammonium salt (SHALLOL DC-902P by DallchI Kogyo Selyaku Co. Ltd.) 
0.8 parts 

20 (4) Aqueous solution of 8 % polyvinyl alcohol (water-soluble resin) (PVA1 24 by Kuraray Co., Ltd.. having a degree 

of saponification of 98.5 % and a degree of polymerization of 2400) 27.8 parts 

(5) Boric acid (crosslinking agent) 0.4 parts 

(6) Polyoxyethylene lauryl ether (surfactant) (EMULGEN 109P by Kao Corporation, aqueous 10 % solution, having 
HLBof 13.6) 1.2 parts 

25 (7) Ion-exchanged water 33.0 parts 

(Preparation of coating liquid D2 for colorant-receiving layer) 

[0588] A coating liquid D2 for colorant-receiving layer was prepared in the same manner as above for preparing the 
30 coating liquid D1 . to which, however, 1 .6 parts of Compound (1 -1 ) (having a weight-average molecular weight of 20.000. 
aqueous 25 % solution) mentioned hereinabove in the section of the fourth aspect of the invention was added. 

(Preparation of coating liquid D3 for colorant-receiving layer) 

35 [0589] A coating liquid D3 for colorant- receiving layer was jsrepared in the same manner as in preparing the coating 
liquid D1 . except for further adding 1 .6 parts of Compound (2-1 ) (having a weight-average molecular weight of 25,000. 
aqueous 25 % solution) mentioned hereinabove in the section of the fourth aspect of the invention. 

(Preparation of coating liquid D4 for colorant-receiving layer) 

40 

[0590] A coating liquid D4 for colorant-receiving layer was prepared in the same manner as in preparing the coating 
liquid D1 . except for using 2.0 parts of Compound (1-2) (having a weight-average molecular weight of 25.000, aqueous 
25 % solution) mentioned hereinabove in the section of the fourth aspect of the invention instead of SHALLOL DC- 
902D, and using polyvinyl alcohol PVA235 (by Kuraray Co.. Ltd., having a degree of saponification of 88 % and a 
45 degree of polymerization of 3500) instead of polyvinyl alcohol PVA1 24. 

(Preparation of coating liquid D5 for colorant-receiving layer) 

[0591] A coating liquid D5 for colorant-receiving layer was prepared in the same manner as In preparing the coating 
. so liquid D 1 , except for further adding 1 .2 parts of the quaternary ammonium cationic polymer (having a weight-average 
molecular weight of 10,000. aqueous 30 % solution) that had been prepared with reference to Example 1 in JP-A 
10-119418. 

(Preparation of coating liquid D6 for colorant-receiving layer) 

55 

[0592] A coating liquid D6 for colorant-receiving layer was prepared in the same manner as in preparing the coating 
liquid D1 , except for further adding 1 .0 part of methacrylate quaternary ammonium salt (SHALLOL DM-283P. by Daiichi 
Kogyo Selyaku Co. Ltd.). 
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(Preparation of coating liquid D7 for colorant-receiving layer) 



[0593] A coating liquid D7 for colorant- receiving layer was prepared in the same manner as in preparing the coating 
liquid D1 , except for changing the amount of SHALLOL DC-902P to 1 .6 parts instead of 0.8 parts. 

(Preparation of coating liquid D8 for colorant-receiving layer) 

[0594] A coating liquid D8 for colorant-receiving layer was prepared in the same manner as in preparing the coating 
liquid D1 . except for further adding 1 .0 part of polydimethyldiallylamine quaternary ammonium salt (PAS-A-1 , by Nitto 
Boseki Co., Ltd.). 

(Preparation of coating liquid D9 for colorant-receiving lay^r) 

[0595] A coating liquid D9 for colorant-receiving layer was prepared in the same manner as In preparing the coating 
liquid D1. except for further adding 1 .0 part of polychlorodimethylmethylene piperidinium quaternary ammonium salt 
(ADEKATHIOACE PD-50, by Asahi Denka Co. Ltd.). 

;?reparatlon of coating liquid D 10 for colorant-receiving layer) 

[0596] A coating liquid D1 0 for colorant-receiving layer was prepared in the same manner as in preparing the coating 
liquid D1, except for further adding 1 part of the following compound (having a weight-average molecular weight of 
1 0,000, aqueous 20 % solution). 



(Preparation of coating liquid D 11 for colorant-receiving layer) 

[0597] A coating liquid D1 1 for colorant-receiving layer was prepared In the same manner as in preparing the coating 
liquid D1 , except for using 2 parts of the following compound (having a weight-average molecular weight of 50,000, 
aqueous 25 % solution) instead of SHALLOL DC-902P. 



(Fabrication of Inkjet recording sheet) 

[0598] The face of the support was treated with corona discharge. Using an extrusion die coater, any of the coating 
liquids D1 to D11 prepared above was applied to it to a thickness of 200 ml/m^ (coating step). Thus coated, this was 
dried with a hot air drier at 80^C (hot air speed: 3 to 8 m/sec) to make the coating layer have a solid content of 20 %. 
Through the process, Inkjet recording sheets (D1) to (D1 1) were fabricated, In which the colorant-receiving layer had 
a dry thickness of 32 |xm. 

(Image recording and evaluation) 

[0599] Each of the Ink sets 1 01 to 1 06 is filled into a cartridge of an Inkjet printer. PM 950C (by Seiko Epson Corp.). 
Using the printer with the ink-filled cartridge therein, an image is printed on the Inkjet recording sheets (D1) to (D11) 




2CI 




O2C2H4N (CH3)3 
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coated with the coating liquids D1 to D11 . respectively, and evaluated as follows. 
<lmage stablllty> 

5 [0600] The image stability is evaluated in the same manner as in Example 1 that demonstrates the first aspect of 
the invention. 

<lmage denslty> 

.... " .J 

10 [0601 J A solid image of magenta (M). cyan (C) and black (Bk) is printed on each Inkjet recording sheet. After left for 
3 hours as such, the reflection density of the printed surface of each sheet is measured with a reflection densitometer, 
Xrite's Xrite 938. 

[0602] Thus tested, the image is evaluated for each color. The reflection density of magenta is evaluated as follows: 

15 1.15 or more: A 
1 .05 or more and less than 1 .1 5: B 
less than 1 .05: C 



20 



[0603] The reflection density of cyan is evaluated as follows: 

0.65 or more: A 
0.6 or more and less than 0.65: B 
less than 0.6: C 

25 [0604] The reflection density of black is evaluated as follows: 

2.15 or more: A 
2.05 or more and less than 2.15: B 
less than 2.05: C 



30 



35 



40 



45 



50 



55 



[0605] All the test results are given in Table 11 below. 
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[0606] The combination of the ink set and the Inkjet recording sheet of the invention gave good results In every point 
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of the bleeding resistance, the waterproof ness. the heat resistance, the glossiness and the Ink absorption, as connpared 
with the comparative examples. 

Example 11: 

[0607] . The same ink as that produced in Example 10 was charged into an Inkjet printer BJF900 (by Canon Inc.), 
with which an Image was printed on the Inkjet recording sheet (D4). This was evaluated in the same manner as in 
Example 10, and It gave the same result as in Exarhple 10. 

10 Example 12: 

[0608] In the same manner as In Example 3 that demonstrates the first aspect of the Invention, oil-soluble dye inks 
were prepared and the Ink sets as In Table 5 above were produced. 

15 (Image recording and evaluation) 

[0609] Each of the ink sets"201 to 204 is filled Into a cartridge of an Inkjet printer, PM 950C (by Seiko Epson Corp.). 
Using the printer with the Ink-filled cartridge therein, an image is printed on the above-mentioned, colorant-receiving 
layer-having Inkjet recording sheets, and evaluated as follows. 



20 



25 



30 



35 



40 



45 



SO 



55 



<lmage stability^ 



[061 0] The image stability was 
the invention. 

[061 1] All the test results are given in Table 12 below. 



evaluated in the same manner as in Example 3 that demonstrates the first aspect of 



Table 12 



Ink Set 


Inkjet Recording Sheet 


Light Resistance 


Ozone Resistance 


Remarks 


101 


(D1) 


C 


C 


comparison 


102 


(D1) 


C 


C 


comparison 


103 


(D1) 


c 


C 


comparison 


201 


(D4) 


A 


A 


the Invention 


202 


{D4) 


A 


A 


the invention 


203 


(D4) 


A 


A 


the invention 


204 


(D4) 


A 


A 


the Invention 



[0612] In addition, the combination of the ink set and the Inkjet recording sheet of the invention gave solid Images 
of magenta and cyan of high reflection density, as compared with the comparative combination. 
[0613] As described In detail hereinabove with reference to its preferred embodiments, the Inkjet recording method 
of the invention gives color Images of good lightfastness and ozone resistance, and high density. 

Claims 

1 . An Inkjet recording method of fomning an image on an Inkjet recording sheet which has, on a support, a colorant- 
receiving layer containing at least one inorganic mordant, by using an Inkjet recording ink set that comprises, as 
minimum constituent elements thereof, a yellow Ink containing at least one yellow dye, a magenta Ink containing 
at least one magenta dye and a cyan ink containing at least one cyan dye. wherein an oxidation potential of the 
magenta dye and an oxidation potential of the cyan dye are each nobler than 0.8 V (vs SCE). 

2. The Inkjet recording method of claim 1 , wherein the colorant-receiving layer contains at least an aluminium-con- 
taining compound as the at least one inorganic mordant. 

3. The Inkjet recording method of claim 1 .wherein the colorant-receiving layer contains at least a zirconium-containing 
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compound as the at least one inorganic nnordant. 

4. The Inkjet recording method of claim 1 , wherein the colorant-receiving layer contains at least a water-soluble 
aluminium compound as the at least one inorganic mordant. 

5 

5. The inkjet recording method of claim 1, wherein the colorant-receiving layer contains at least a water-soluble 
zirconium compound as the at least one inorganic mordant. 

6. The inkjet recording method of claim 1 , wherein the colorant-receiving layer contains at least an aluminium chloro 
10 hydrate as the at least one inorganic mordant. 

7. An inkjet recording method of forming an image on an Inkjet recording sheet which has, on a support, a colorant- 
receiving layer containing at least one of alumina particles and alumina hydrate, by using an Inkjet recording ink 
set that comprises, as minimum constituent elements thereof, a yellow ink containing at least one yellow dye, a 

15 magenta ink containing at least one magenta dye and a cyan ink containing at least one cyan dye, wherein an 

oxidation potential of the magenta dye and an oxidation potential of the cyan dye are each nobler than 0.8 V (vs 
SCE). 

8. The inkjet recording method of claim 7, wherein the colorant-receiving layer further contains inorganic particles in 
20 addition to the one of alumina particles and alumina hydrate. 

9. The inkjet recording method of claim 8, wherein the inorganic particles are siltea particles having an average 
primary particle diameter of at most 30 nm. 

25 10. The inkjet recording method of claim 8, wherein the inorganic particles are colloidal silica having an average primary 
particle diameter of at most 30 nm. 

11. An inkjet recording method of forming an image on an inkjet recording sheet which has, on a support, a colorant- 
receiving layer that contains a cationic polymer having at least one selected from the group consisting of a primary 
30 amino group, a secondary amino group and a tertiary amino group, by using an inkjet recording Ink set that com- 

prises, as minimum constituent elements thereof, a yellow ink containing at least one yellow dye, a magenta ink 
containing at least one magenta dye and a cyan ink containing at least one cyan dye, wherein an oxidation potential 
of the magenta dye and an oxidation potential of the cyan dye are each nobler than 0.8 V (vs SCE). 

35 12. The inkjet recording method of claim 11 , wherein the cationic polymer has at least one primary amine. 

13. The inkjet recording method of claim 11, wherein the cationic polymer is at least one selected from the group 
consisting of polyallylamine, polyvinylamine and their derivatives. 

40 14. The inkjet recording method of claim 11 , wherein: 

the colorant-receiving layer is formed by crosslinking and curing a coating layer which is formed by applying 
a coating liquid that contains at least fine particles and a water-soluble resin; 

a crosslinking agent is added to at least one of the coating liquid and a basic solution having pH of at least 
45 7.1; and 

crosslinking and curing are performed by applying the basic solution onto the coating layer at the same time 
that the coaling liquid is applied to form the coating layer 

15. The inkjet recording method of claim 11 , wherein: 

so 

the colorant-receiving layer is formed by crosslinking and curing a coating layer which is fonried by applying 
a coating liquid containing at least fine particles and a water-soluble resin; 

a crosslinking agent is added to at least one of the coating liquid and a basic solution having pH of at least 
7.1; and 

55 crosslinking and curing are performed by applying the basic solution onto the coating layer before the coating 

layer exhibits a falling rate of drying during drying thereof. 

16. An inkjet recording method of fomning an image on an Inkjet recording sheet which has, on a support, a coiorant- 
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receiving layer that contains a quaternary amnfionium salt cationic polymer having at least one aromatic group in 
a partial structure thereof, by using an Inkjet recording ink set that comprises, as minimum constituent elements 
thereof a yellow ink containing at least one yellow dye. a magenta ink containing at least one magenta dye and 
a cyan ink containing at least one cyan dye. wherein an oxidation potential of the magenta dye and an oxidation 
potential of the cyan dye are each nobler than 0.8 V (vs SCEj. 

17. The Inkjet recording method of claim 16. wherein the quaternary ammoniurn salt cationic polymer has a benzyl 
bond in a partial skeleton thereof. 

18. The Inkjet recording method of claim 16. wherein the quaternary ammonium salt cationic polymer has at least one 
unit represented by the following general formula (III): 




General Formula (III) 



wherein R21 represents a hydrogen atom or an alkyi group having 1 to 4 caifeon atoms; R22, R23 and R24 each 
independently represent an aliphatk: group or an aromatic group; and X- represents an anionic group. 

19. The Inkjet recording method of claim 16. . wherein the quatemary ammonium salt cationic polymer has at least one 
unit represented by the following general formula (IV): 



C=0 r32 General Formula (IV) 

^1_Y1^N^R33 

r3^ 



wherein R3i represents a hydrogen atom or an alkyI group having 1 to 4 carbon atoms; R32 represente an aromatic 
group or an aromatic group-substituted alkyI group; R33 and R34 each Independently represent an aliphatic group 
or an aromatic group: Zi represents -O- or -NH-; Yi represents a divalent linking group; and X- represents an 
anionic group. 

20. The Inkjet recording method of claim 16, wherein the quatemary ammonium salt cationic polymer has at least one 
unit represented by the following general fomnula (V): 



1352754A2 I > 



99 



EP 1 352 754 A2 




X" 



General Formula (V) 



wherein R^"', R'^^, R43 an<j r44 each independently represent a hydrogen atom or an aliphatic group; represents 
a divalent linking group; X* represents an anionic group; and R'^'* and R^^ or R-*2 and R^ may bond to each other 
to form an alkylene group. 

21. The Inkjet recording method of claim 16, wherein the quaternary ammonium salt catlonic polymer has at least one 
unit represented by the following general fomriula (VI): 



wherein R5'' and R52 each independently represent a hydrogen atom or an alkyi group having 1 to 4 carbon atoms; 
R53, R54 and Rss each represent an alkyI group; represents a divalent linking group; represents a divalent 
linking group; X" represents an anionic group; and x and y each Indicate an integer of 1 or more. 
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